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CHAPTER IX 


ill.- . .>X(;f.mrati()N ok suKPiiukic acid 

Sl-IJMICKIC acid, as obtained directly in the chambers (that is to 
say, irom \oG to at most 124 T\v. strong), is sufficiently con- 
centrated for many technical purposes ; and where the acid is 
used up again for such purposes at the same works its further 
concentration is, of course, out of the question. This is the case, 
for instance, of several large industries having their own vitriol- 
works* such as the manufacture of superphosphate and of 
sulphate of alumina (concentrated alum). Even for making 
sulphatd'of soda from common salt it is possible to manage 
with acid of. 124 Tw., although stronger acid is decidedly 
preferable ; and in fact some alkali-makers work without any 
concentrating-apparatus, making their chamber-acid, as strong 
as possible. The want of concentrating-apparatus formerly 
excluded the application of a Gay-Lussac tower; and many., 
works ccf-tainly did not possess such a tower. Wit»h the intro- 
duction of the Glover tower the state of thipg^was changed, 
inasmuch as the manufacturers using this tower can concentrate 
all their acid to 144' or even 1^2"" Tw. without any cost, and thus 
arrive at the same point as those who, not using that tower, con- 
centrate their acid in lead pans. But jfince Glover towers are not 
universal, and* since th(? acid pas.seci through them is not suitable 
for all the us^s of sulphuric acid (see p. 902), we<nust here describe 
the other conoimtra>;ing-apparatus Us well. These come into 
use especially whire the strongest oil of vitriol is to be made, 
for wbiph the Glover-tower acid is not very well adapted. 

The vapour escaping from boiling dilute sulphuric acid 
consists entirely of water, and contains practically no, sulphuric 
acid. The acid iiemaining behind will therefore become more 

1079 2 Z 
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and more concentrated, without any material loss of acid, so 
long as a concentration of 144° Tw. is not exceeded. Walter (as 
quoted in Bode’s Glover Tower, p. 17) found that the loss in 
concentrating acid in open pans up to 144° Tw. only amounts to 
O'Oi per cent. At the same time the boiling-point, ^hicb in 
the case of chamber-acid is about 147'' C., gradually rises: that 
of acid of 144" Tw. is 200"; that of acid of 152'' Tw., 215°. 
Beyond this the boiling-point rises very rapidly, and finally 
becomes stationary at 338" C, at which point not real sulphuric 
acid (SOJI.J, but an acid containing about i*2 to V5 per cent, 
of water remains behind (p. 289).-~In practice this limit is 
hardly ever reached ; the heating is stopped when the re- 
maining acid nominally shows 168 ' Tw. ; often its real density 
amounts to only 1-830 or 1-835 = ^^ 7 ^ Tw. A tat)le of 

the boiling-points of sulphuric acid.s, according to their dilution, 
has been given above (p. 310). 

The way in which sulphuric acid is concentrated depends, 
first, on the material of the couccuhatiug-vcssels. P'rom what has 
been stated above (pp. 324 ct seqi) it follows that sulphuric%cid of 
144 ', or even up to 152' Tw., acts very little upon lead, even 
when hot ; and so long as the acid has not to be stronger than 
144'' I'w., leaden lU'isels are nearly always used, which offer the 
advantage that they can be made of any size, and that when 
they arc \jorn out they can be very easily melted down and the 
material used over again. It is not advisable to carry on the 
^concentration in lead pans above 144" Tw., because at that 
*point the Ifad is much acted upon; and'in no ca.se^can lead 
pans be used beyond 152" Tw., both because in that case the 
boiling-point ot the acid too nearly approaches the temperature 
at whkh the lead begins to soften, and because the acid then 
act^,too strongly upon it. 

The quality of the Awr^used for boiling-down pans is oLgreat 
importance ; this subject has'been treated, p. 324.^ 

The further concentration. of the acid must t^ke place in 
vessels of glass or platinum, or in apparatus pf peculiar con- 
struction, which will be subsequently describe(;h 

The concentration of sulphuric acid to 144" or to 152;^ Tw., 
where it is not effected in a Giover tower, is therefore always 
carried on, in lead pans. These pans may be constructed in 
very different ways. They may either be hepted by a direct 
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fire, and either frbm the top or from the bottom, or by steam, 
or by the waste heat of the pyrites-burners; and their con- 
struction differs accordingly, as will appear from the detailed 
description. 


I. Lead Pans heated from the Top. 

This is the appropriate mode of firing when the purity and 
especially the appearance of the acid are of less moment than a 
saving in fuel and the accomplishment of a large amount of work. 
The acid in this case is, of course, .contaminated by the flue-dust, 
and is always more or less stained by sooty matters, whence its 
English name, ' brown vitriol,” has arisen. These contaminations 
are quite harmless when it is used for decomposing salt, for 
supefphosphate, and for many other purposes. 

On the other hand, the rate of evaporation in top-heated 
pans is very quick, because, first, the hot gas is brought into 
immediate contact with the acid, and can thus communicate its 
heat much better to the latter than when the two are separated 
by m^allic plates ; secondly, the vapours lormed thereby are at 
once removed by the draught, which, as is well known from 
experieflee, very much assists the evaporation. Moreover, fired 
from the top, the pans, if properly constructed, are much less 
acted upon than when fired from below ; especially the danger 
of being burnt through owing to the workmen's carelessness is 
much diminished. 

Concerning the loss of acid in this style of evaporation nqi 
experiments have b^en published ; probably it ii somewhaf 
larger than with pans heated from below, as tlje ^tre^ m of fire- 
gases, acting upon the boiling acid, carries someo?^it away in 
the so-called “vesicular” form, i.e. as a mi.st of minute? liquid 
drops, not in that of vapour, but more difficult to condense ^an 
the latter {cf. below). 

According to thif, pans with top-heat are especially 
suitable for alkali- and manure-works or for iicid to be sold to 
the latter, but l^ss si) for sale-acid ifltended for other purpo.ses. 
Such pans weraaat one ti5ie far more extensively used in 
Englaj^d than pans with bottom-heat ; but, like them, they 
have mostly become superfluous where Glover towers arc 
employed. Such pans have been de.scribed by Godin {Annates 
des Mines, 1865,9. 344 ) and by myself {Dingl. Polyt. cci. p. 
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352). In any case the lead must be protected from direct 
contact with the fire, or at least the pans must be cooled in 
such a manner that the lead cannot melt. * The best way of 
doing this is to keep the pan always filled to the same level, 
nearly to its top, leaving only a sufficient margin to prevent 
any boiling-over. In ordinary work the acid is never drawn 
off altogether unless fur repairs; but as the concentrated 
acid is heavier and sinks down, it is continually drawn off 
from the bottom, and fresh acid is constantly run in at the top, 
as long as the concentrating process goes on. Even then the 
empty portion of the pan has to be protected, especially at the 
fire-bridge; and, in many English works, for this purpQse 
formerly a lead pipe was burnt on all round, through which ran 
a continuous stream of cold water. 'This contrivance cannot be 
highly recommended, because the pipe soon gets leaky. More- 
over the raising of the water co^ts something ; and therefore 
the following arrangement is preferable. 

h'ig 370 shows a front elevation. Fig. 371 a cross section, and 
^ top-heat. The fireplace, A ^2 ft. X 

4 ft.), is built up quite independently ; its only connection with the 
pan B is by the arch a, and the fireclay slabs, r, 2 ft. loRg, lying 
on the fire-bridge, h ; the .slabs,*; have a 6-in. hold on b\ and as 
the space d between A and B is i ft. wide, the\’ project 6 in. 
into B. The fireplace A is here shown as a plain grate; it 
might, of course, be more rationally constructed, and is now 
ffrequently replaced by a gas-producer. The air-channel, d, 
prevents ait)’ injurious effect of the heat of the fireplace on the 
pan, apd w.e only regard the flame itself in that respect. 

The pan 1 ^ is always made of a single sheet of lead, weighing 
from ts to as much as 30 lb. per .superficial foot ; the corners are 
nob made by cutting out, but by folding over, as shown plainly 
in Fig. 72. ^ Since such .st'jutjead cannot easily b^e bent ^old, a 
small fire of shavings is made along the line marked out for the 
folding, of cour.se taking care to avoid melting the lead ; the 
lead then softens sufficientfy to be bent with e^^e. The pan is 
placed on brick pillar.s, c r, .standing; quite free? so that the space 
between them and below the pan is acce.ssiblc at any time. On 
the pillars strong wooden beams, //j are laid ; and across these 
'3-jn. planks are placed close together ; these are covered with 
a thin layer of sand, on which the pan it.self is "set The pillars 
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and beams project on each side lo in. beyond the pan, and 
thus support small brick pillars, h h, 9 in., square, not quite 
touching the lead, and connected together at the top by cast- 
iron girders, i i. These have an angular section, and ie'rve.as 
springers for the arch which is thus quite independent of the 
pan. By themselves the pillars, h /r, are much too weak to bear 
the side pressure of the arch ; but this is kept up by the 
binding-rods, k k. The upper margin of the lead pan is bent 
round at a right angle and jammed in between the pillars, h //, 
and the girders, //; in this way the sides of the pan are kept 
stiff. Next to the fireplace, where the pan becomes hottest and 
most readily gives way, it may be protected by iron rails ai!d 
stays, / /. 

A neater, but rather dearer, plan, shown in Fig. 373, is 

1' this: — Instead of the brick pillars, 

IIkI ' shown in Fig. 372, cast-iron 
I columns are provided, carrying, 

I II about halfway up, brackets,# upon 
imil which metal plates for supporting the 
^■1 pan-bottom are laid. The columns 
[^■1 are connected at the top by metal 
gitflcrs serving as springers for the 

^ "" pan.-arch, and are kept together 

by braemg-rods, 

'I'iie proper protection of the pan from the fire is brought 
hbout b)’ th(.: dr\' wall, in m (Fig. 372), built up all round within 
the pan, of the best, hardest acid-proof fire-bricks or stoneware 
slabs. ’ At*^LnT"lo'ng sides this wall reaches up to the arch; at 
the rirt;.-end it only reaches to the upper margin of the pan, and 
there carries the projecting fireclay slabs, c ; at the chimney-end 
there are similar slabs, ?/,^reaching up to the down-draught, 0. 
The wall, m stands about i in. off the pan-sivJes, and has 
openings at the bottom, so that the acid can circulate freely. 
It is evident that the fire can nowhere touch {he lead itself; 
and, moreover, the pan is also protected outside by the cooling 
action of the air ; so that it cannot possibly meTt or even soften. 
If the sides of the pan are to bo stayed against bulging* out, it 
should be done by open grids of cast iron, which do not prevent 
the lead from being cooled. The greatest danger of giving way 
exists at the fire-end, to which, certainly, great attention must 
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be paid. In the arch there are manholes,/ /, and an inlet-pipe 
for acid, whilst the.strong acid is drawn off by a siphon from the 
end J, left free by the arch ; it is still better to attach to the 
bottom ©f the pan an overflow-pipe which rises to its top, and 
whose mouth can easily be narrowed according to requirement. 
The pan keeps better if the fresh, cool acid runs in at the part 
nearest the fire-bridge, whilst the strong acid is taken away at 
the opposite end of the pan, where it is coolest. The acid is 
always too lir^t to be used directly ; and therefore it is run into 
shallow lead coolers^ stayed by iron or wood frames, of which 
one is being filled whilst the contents of the other are being 
u^d. If the acid should not run off sufficiently strong, either 
the fke is increased or the supply of weak acid is diminished, or 
both. 

The width of the pan is dependent upon that of the sheet- 
I lead; if for the sides about 17 in. each are allowed, a width of 
about 4 ft. 1 1 in. generally remains. The length is always much 
more considerable, rarely below 20 ft., but sometimes as much 
as 33 ft. The longer the pan, the better the fire is utilised. 
The consumption of fuel is always much less than in the case of 
pans with bottom-fires; Bode estimates it ai from 10 to 12 per 
cent, of the strong acid, but I can report from a thoroughly 
trustworthy source that in properly constructed pans of this kind 
only 2 or 3 parts of coal arc required to make 100 parts acid of 
142" Tw. from chamber-acid of 110“ Tw. The repairs of a 
properl)’ constructed pan of this kind are much less than thos^< 
of a pan with bottom-heat (as they always are fti analogous 
cases) ; and the work done is much larger fort^n A 

pan of 4 ft. II in. width by 33 ft. length was sufficient, in 
my experience, for boiling down 80 tons of acid of 1^4' Tw. 
per \^eek, from chambcr-acid of 116° to 124° Tw. • 

These pams were ^escribed ^actly as above ’in the first 
edition of this book (1879), and that description was taken from 
the factory *m|naged by myself aj early sPfe 1866; of course 
they were known previously to that, although I am not aware 
who first constructed then! But it would appear that the 
knowledge of this fact has been forgotten, for when the 
Hasenclever modification of the Deacon process (B. P. 3393 of 
1883, described in Vol. III. of this work) was introduced into 
England, the pans employed in that process for the purpose of 
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reconcentrating the sulphuric acid, diluted in the process of 
purifying impure hydrochloric acid, were styled “ Hasenclever 
pans,” although they are constructed exactly as shown above, 
with unessential modifications, a cast-iron grid running a[ong 
the sides of the pans, instead of the pillars h /?, Fig. 72. These 
“ Hasenclever jjans ” have in the course of years acquired an 
unenviable notoriety in consequence of the amount of acid 
carried away into the chimney, probably not at all in the state 
of vapour, but of a “vesicular” mist produced by the boiling 
of the acid in a stream of fire-gases, (’onstant complaints have 
been made in that direction, and especially the 35///^ Report on 
Alkali, etc., 1 Forks, swarms willi them. In the 36/’// Replrrt, 
however, for the year 1899, p, 18, it is remarked that aj: one 
works a very great improvement had been effected, not that the 
“total acids” were very materially reduced, but that they are 
discharged in a Jess vesicular physical condition, so that their 
density is less and they do not, as is otherwise the case, fall 
heavily among the neighbouring streets without diffusion and 
dilution in heavy weather. This improvement has been brought 
about by firing with gas-producers. The primary air is^arefully 
regulated, and the secondary air is heated up by what would 

• otherwise be lost by radiation 1 This secondary air is introduced 
into the (sudiciently large) combustion-chamber at such a point 
that immadiate contact of the flame with heated acid is avoided 
as much as possible. 

cj Clough {A merit an Patents, Official Report, i. p. 495; iii. 
p. 166) has ‘proposed a similar apparatus for concentfating the 
acid His pan is protected from the fire, inside 

by a wall and outside by cold water contained in an iron jacket. 
This (?an hardly be put into practice, because the loss of acid 
vapours would be too great, and the pan would not stand the 
wear and tear, in spite ofVhe^water-jacket. % 

Grosse-Leege (Ger. P. 176370) introckices the current of hot 
air or heating-ga#cs tangentially to the inner sid& of a round 
evaporating-dish, close to the surface of thb liquid, so that the 
gases take a spiral circuit above tlfe acid and filtimately escape 
through an exit-pipe in the cei\tre of the arch. SeveraPspecial 
modifications of this arrangement may be carried out, and a 
.series of dishes may be employed in the well-known manner. 
The hot air, charged with vapours, is carried off from each 
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single dish, witho*ut getting into contact with fresh vapours 
within the apparatus, cither into the open air or into a special 
flue. 

According to the 38/// Alkali Inspectors Report^ p. 75, the 
firing by means of producer-gas, while keeping the acidity of 
the escaping gases more constant, had failed to reduce the 
amount of acidity, as the fire-gases leave the pans at far too 
high a temperature. The Inspector strongly recommends to 
abandon th<s ordinary system of surface-heat evaporation in 
favour of the Kessler furnaces {tf. pp. 1141 ci see]). 

The \ 2 nd Report on Alkali J Forks (for 1905), p. 20, states 
thfit recently less nuisance had resulted from the surface-heat 
systepi of concentration than in former years, owing to the fact 
that the discharge of the acid-bearing vapours no longer takes 
place from very low chimneys, but through high stacks. 

3. Lead J\ins heated from iH'hno, 

Tl'if se pans are mostly made of much smaller size than those 
with top-heat ; the essential reason of this is the different wear 
and tear^ which they suffer according to whether they are more 
or less exposed to the fire ; moreover the concentration in this 
case is very regular, th,e pans always being arranged in sets, so ' 
that the weak acid flows in at one end of the set and runs over 
from one pan to another till it runs off sufficiently stiK:)ng at the 
other end of the set, in order to be used up or sold, or to be 
further concentrated in platinum vessels. Sometimes, how^* 
ever, long pans made in one piece arc used, Especially in 
England. In that case the first part, nearest tjfiii«ifir(ij,is pro- 
tected by an arch, the larger part of the pan-bottom behind 
this by fire-clay slabs or metal plates. .Such a pan is shown in 
our second edition, pp. 664 and 665. *■ 

Tlie met^ plates aje sometimes (fovered by a thin layer of 
sand, in order to communicate the heat evenly to the pan ; but 
this greatly liinders the heat-convection. The pan is stiffened 
inside by iron stay:? covered with lead ; and it is covered by an 
aich to carry o?f the vapotirs into the open air or into the 
chambers— the latter rarely. ^ 

On the Continent small pans are very generally used, of 
5 to 7 ft. length and width, and from 12 to 16 irt. depth, of 
which from four to six form a set. They are made of 15 to 
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1 8-lb. lead, mostly by bending up the sides and folding over 
(not cutting out) the corners. Sometimes, such pans, instead 
of being made of sheet-lead burnt together, are cas/, about 
f in. thick. They are in that case exposed to the fire «direftly, 
without interposing iron plates. This plan cannot, however, 
be recommended. Such cast-lead pans, being much thicker, 
are dearer than those made of sheet-lead ; and they are much 
more liable to have unsound places, which are very soon 
eaten through. They are often set in steps, each pan about 
2 l in. lower than the preceding one; in other cases, how- 
ever, they are placed with their bottoms at the same level, but 
are made of different depths — the pan which receives the we'^k 
acid being the deepest (16 in.), and each following one a> little 
less, the last pan (for strong acid) being 1 2 in. deep. In 
this way the acid can also fiow from one end of the set to 
the other. At the Oker works there is a long pan divided 
by partitions into seven compartments of equal height and 
level ; the fire-grate is in the centre of one side ; and th* flame 
first passes in the centre to the back, and then returns at both 
sides to the front of the pan. 

The acid is sometimes carried over from one pan into the 
next by continuously acting cup-siphon.s. Hut as such siphons 
frequently cease to act in con^.equence of air getting in, owing 
to the slod^ current and the small difference of level, an over- 
flow-pipe ought always to be provided to prevent the pans 
ifrom running over. It is even preferable to replace the siphons 
altogether ty overflow-pipes, which take the acid from the 
bottofT^crt'WflPpan and allow it to run on to the top of the 
next ojie ; but this arrangement requires the work of a very 
good plumber to last without continual repair.s. The chamber- 
aci(f is constantly runniq" into the first pan in a regylated 
stream ; and the strong acid luns off frori the last pan without 
any further interference, the supply being so regulated that 
the proper strengtfi is obtained. 

The pan-bottoms are always stayed and' protected from the 
direct action of the fire by cast-iAn plates, which are thicker 
at the fire end than further t)ff — say, decreasing from 2 in. 
down to J in. Frequently the first pan, below which the fire- 
place itself is built, is protected by an arch. MacDougall 
(R. P. 21778 of 1895) employs perforated cast-iron plates for 
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supporting the bottom, preferably in the shape of a grid with 
longitudinal and trjyisverse rills, leaving diamond-shaped holes. 
This plan indeed, according to Alkali Report, No. 31, p. 54, 
prevents ta local overheating of the pan-bottoms, which readily 
occurs with solid cast-iron plates, and the pans do not show any 
buckling even after prolonged use. 

Carulla (/. Soc. Chem. Ind. 1893, P* ^ 5 ) interposes a copper 
plate in. thick between the lead and the ordinary solid i-in. 
cast-iron plale, which, owing to its good conduction of heat, 
very efficiently prevents local overheating of the lead without 
interfering with the transmission of the heat. 

‘Opinions differ as to the way in which the firing of the 
pans ahould be arranged. Formerly the usual arrangement was 
that of putting the fireplace under the strong pan, and allowing 
the fire to travel towards the weak pan, which receives it last 
of all. In this case the greatest heat exists where it is most 
required, since the concentration of the strong acid is more 
difficulti and its boiling-point higher, and since the fire-gas 
eventually comes into contact with cold acid. When the pans 
arc set t^race-fashion, the fire takes its mo.st natural direction, 
viz. upwards. 

Practice has, however, mostly decided for the opposite plan, 
namely, arranging the fireplace under the weak pan, so that the 
strong pan is furthest from the fire. In this case the strong 
pan, which is otherwise worn out very quickly, suffers hardly 
more than the others, and the evaporation still goes on at a 
satisfactory rate, although there may be a little moTe fuel used 
than with the old arrangement, which is more 

rational as an evaporating-plant, but less adapted to the special 
needs in this case. 

Bcj|fe cites the temperature and strength of the acid in a^et 
of six pans, where the ^e travelleclin fhe same direction as the 
acid, viz. : — 


1 • I 

Acid running in. 1 

o 

P 1 st 
pan. 

1 

1 * 1 

2tid Sril 

^an. 1 pan. 

4 t]i 

pan. 

5 th 

pan. 

I Cth 

{ PAQ* 

I •• 


j 




{ a. Temperature 25'' 

; 112“ 

iso'**; ito'’ 

148" 

145“ 

143" c, 

; Strength lio'' . 

113 

120 ! 128 

134 

140 

144 Tw. 

j Temperature 24“ 

no 

145 ! 156 

145 

142 , 

142 C. 

Strength no* . 

113 

118 1 126 

134 

140 

144 Tw. 
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Here the hottest pan is the third ; so that the fire is badly 
utilised. According to his experience this set required 20 parts 
and upwards of coal to produce 100 parts of acid of 144' Tw. ; 
whilst in the set illustrated below (Figs. 374-377), v^ere the 
fire meets the acid, only 15 to 16 parts of coal were used (on 
the average of several years). For each ton of strong acid, in 
twenty-four hours, about twenty superficial feet of pan-bottom 
may be reckoned ; the whole set, therefore, furnishes 6 \ tons 
every twenty-four hours. 

Fode gives the temperatures and strengths of the acid 
during concentration in pans with the old style of setting as 
follows : — , 

Set of four pans : 


Acid ruiininn m. 


Temperature 20 
Strength 106 


4t1i pan. 


52 



1 20’ i 1 38' C. 
i 144 T\\. 

.4 


Set of three pans heated by the pyrites-burners : 


Acid ruTiiiitiK in (heated I 

jircviouHly). !?■"’ 

Isl pan. 

2 nd pan. 

Srd pan. i 

, 'fi:inperaturc 70' . 

^05 

128 

147 '^ C. 1 

1 M 57 '' . • • 

92 

J06 

125 C. { 

j Strength 106" . 

i 


' 144 Tw. I 

J 


Accmalh^ to^Hasenclever, it is well to regulate the working 
of the pans by thermometers, in order to avoid any risk of 
damaging them. 

• Figs. 374 to 377 represent the set of pans designed and 
constructed by Bode, wiiere the fireplace is outside, irf order 
to save the first pan. From this, by ftieans of a pan-area of 
1 18 superficial fe«t and a fire-grate of 6^ superficial feet, 5 tons 
of strong acid could be produced every twenty^four hours, with 
a consumption of 12 to 14 per cer^. of Silesian coal. Figs. 269 
to 272, pp. 669 and 670 of our second edition, show a ipodifica- 
tion in which a Fairbairn’s double fireplace is u.sed. In all of 
these the .strong pan is placed over the fire, as usual formerly, 
whilst at the present day the order would be reversed. 
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According to Scheurer-Kestner Diction, de Chim.^ 

iii. p, 1 59), four pans, 6 ft. 61 in. by 3 ft. 1 1 in. each, permit the 
concentration from 109° to 152'' Tw. ofsuffident acid to produce 
3 tons of concentrated acid daily, with a consumption of no 
more than half a ton of coals. • 

Bode calculates the cost of erecting a concentrating- 
apparatus like that shown in Figs. 374 to 377 at ;£'i50, and that 
of keeping it in good working order at 12 per cent, per annum. 
The cost of the concentration itself, reckoning coals, wages, 
and wear and tear, in four actual cases, amounted to from 
2 s. 3 id. to 2.S. 8d. per ton. 

Junge {jahresber. Jirrjr- n. lluticu. Sachsen, 1892 
ane^eic. Chenr, 1893, p. 61) describes the bottom-fire pans as 
used at Freiberg, d'hey are about 6 ft 6 in. long, 3 ff. 3 in. 
wide, and 8 in, deep. They are supported by I in. cast-iron 
plates and arc arranged in tiers, the fireplace being underneath 
the strong bottom pan and the acid running in at the top pan. 
These pans furnish a uniformly .strong acid, and consume only 
two-thirds as much fuel as the steam-pans. They suffer, 
however, under the disadvantage that the first strong pan is 
quickly worn out. [It is strange that Junge does ‘not even 
mention the arrangement, represented as the only rational one 
on p. 1089, in which the fireplace is situated underneath the iveah 
pan, in oj^der to lessen the wear and tear.] Sometimes the pan- 
bottom is suddenly destroyed, the cause of which is unknown. 
[The explanation of this phenomenon is given by the investiga- 
tions of Lunge and Schmid, p. 325 ; or else by the cause 
mentioned^^ p. 3066.] In normal work the temperature of the 
acid running off is 200 ' C. [This is much higher than has been 
hitherto observed, and this may explain the great wear and 
tc^r.] 

Very good results iiave been obtained with a system in 
which the fireplace is arranged underrfeath a ^atinum dish, 
covered with a water-cooled dome and protected by a brick 
arch below. From this the fire passes Knddrneath the lead 
pans, in which the acid thus nevgr exceeds €60® C. or 58° Be. 
The sudden destruction of the first pan never happens* in this 
case. After fifteen to twenty weeks’ use it begins to leak 
fllightly, so that the acid can be drawn off before any trouble 
arises. The first pan now lasts three cr four months, the 
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second two or three years, the others five years, and they can 
be replaced within twelve hours at a trifling cost. This 
apparatus, inclusive*of the platinum dish, costs about as much 
as the steam-apparatus described, pp. inclusive of the 

stea«i-bo*ler ; it requires much less space, is quite as safe, 
and furnishes a stronger and more uniform acid, with a much 
smaller consumption of fuel. 

The Zeitzer Eisengiesscrei (Ger. P, 99768; Fischer's 
Jnhrcsber., 1898, p. 32S) employs a cylinder of antimony-lead, 
heated inside* by fire-gases (? cf. p. iioi), and fitted on the 
outside with a number of antimony-lead dishes arranged so 
that the acid overflows from each dish to the lower one. 

Wolters (B. P. 18831 of 1893) carries the evaporation in lead 
vessel? beyond the usual extent, preventing the action of the 
acid on the lead by .saturating the acid with lead sulphate. 
An excess of this is put in and is kept in suspension by 
mechanical stirring. Most of the di.ssolved lead sulphate 
crystallises out on cooling and can be used over again. 

3. Lead Pans fired by 1 1 'as/e Hen/. 

In factories posse.ssing platinum apparatus for making acid 
ut 170 Tw.,thc fire of these can never be so far utilised that the 
\j^;iste heat could not be employed for heating lead pans ; and 
this is actually done in most practical cases. 

Much more generally applicable, and quantitatively more 
ethcient, is the utilisation of the waste heat of pyrites- or . 
■sulphur-burners for concentrating chamber-acid. Mihere there * 
IS no Glover tower (which utilises that waste %at m a di fferent 
an even more thorough manner) the above processes most 
rational, since here also the same operation which produces the 
concentration of the acid fulfils another useful function, that of 
cooling the burner-gas before it enters Ahe chambers 

The pans !ised in tftis case are ’generally made exactly like 
iiiose for concentrating with bottom-fires. They are mostly placed 
on the pyrites-bi»rnejs themselves : they must not, however, be 
se irectly upon <he burning pyrites, nor even with merely a 
metal pljte between, but must be separated from it by a brick 
• n most cases a gas-flue is' placed immediately over the 
turners serving at the same time as a dust-chamber, on the top 
Which the acid-pans are placed (see the diagrams of Mal^tra 
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burners, pp. 465 et seq). Sometimes, from fear of leakage from 
the pans into the burners, they are not placed over these, but 
upon a continuation of the gas-flue. Ilaseficlever even advises 
building a second gas-flue, to be used during the time when the 
pans have to be repaired. The heat of the kiln-gas is rfot in 
this case turned to account so well as if the pans stood directly 
upon the burners ; and the latter plan can be employed all the 
more safely, if the danger of leakage into the burners is avoided 
by providing the metal plates, on which the pans rest, with a 
flange all round and an outflow for any acid collecting in it, like 
those u.sed in nitre-ovens. Leakages occur also less easily 
where the pans are very shallow, so that the de^Hh of aciyl is 
only a few inches. Ilut, on the other hand, it has been noticed 
that sometimes, especially in the ca.se of poorer ores, th*e pans 
on the burners withdraw too much I.^at from the.sc to be 
conducive to good burning. For this reason they have been 
aboli.shcd at the Oker Works. 

Whilst at some places such pans on the top of the burners 
concentrate all the chamber-acid from 112° to rio'^Tw., at 
others the}’ do not get so far, and they must use a small coal- 
fire for completing the concentration. *• 

The diagrams, Figs. 378 to ^84, represent pans designed b}' 
Bode, togethiT with the pyrites-kilns used b}' him. The 
apparatus shenvn here belongs to a set of chambers of 40,000 
cub. ft. capacity; and each burner receives daily 16 cwt of 
Westphalian pyrites containing 42 per cent, of sulphur. The 
grate of ea^h burner has a surface of 34-4 sq. ft. ; the grate-bars 
are e lliptic^ 3 jii, by ij in., each of them movable; the arch 
is 4 Ft. 4 in. above the grate, with a .spring of 7 in. The 
diagrams show how each burner can be cut off separately. 
T(;ie pans are 6 ft. 3 in. by 4 ft. 2 in. by i ft. 2 in., made of 
sheet-lead .weighing Siilb. per superficial foot. They ‘supply 
daily, when L, tons of pyritks is burnt, Altogether 2 tons 5 cwt. 
of acid of 144 IV. (that is to say, 5 cwt in excess, of the make 
of the chambers); but as At the same time ffom 15 to 18 cwt. 
daily have to be evaporated fo/: the Gay-kussac tower, the 
excess causes no inconvenience. Each year three n.ew pans 
used to be put in, a pan never being left until actually burnt 
through, hut replaced as soon as the lead had become too thin 
— a plan most decidedly to be recommended in every case. 




Fig. 379- 

small fraction of the wages of the burnermen, in addition to the 
expense of renewing the pans ; fiode calculates it, for a special 
case, at 4jd. per ton of strong acid ; for less favourable cases he 
estimates it at 6d. to gd. per ton. 

4 A 
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Some manufacturers and managers assume that it is 
irrational to concentrate the acid on the top of the burners 
because the trouble and incessant repairs caused by leakages 
arc^beli^ved to be far worse than the expense of heating the 
pans by a separate fire. To this I must oppose that I know of 



Fig. 383. 



Fig. 384. 


a great number c< works whe«e all the pyrites-kilns are provided 
with pans placed on the top, an^ where this arrangement has 
heen at work for many years (in a special case I can speak of 
thirty years) without giving any trouble whatever» This is 
proof conclusive that the troubles from leakages complained of 
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are caused by a wrong setting of the pans or else by keeping 
too deep a layer of acid in them (the letter being a very 
important circumstance). Where they are not placed directly 
over the kilns, but over the gas-flue (this flue is mostly itself 
placed on the top of the kilns), and where they are properly 
protected below by metal plates and a thin sand-bed, they stand 
as long as may be desired, provided that only a shallow layer of 
acid is kept in them. Indeed, it may be said that such an 
arrangement of utilising part of the heat of the ^oyritcs-kilns, 
and allowing the other part to act in the Glover tower, is 
decidedly the best and cheapest plan, where the acid is required 
of purer quality than can be obtained from the Glover tow(5r; 
the latter then acts much more as a denitrator than as a, con- 
centrator, and the acid produced in it is principally used for the 
Gay-Lussac tower, the surplus only being used or sold for other 
purposes. 

In the case of brimstoue-lnmicrs it is equally possible and 
altogether rational to employ their heat for concerV^rating 
sulphuric acid. In this case the burners arc not covered wdth 
an arch, but with i-in. cast-iron plates, and shallow l^ad pans 
are placed immediately above the.se. Such an arrangement is 
•^own in Stahl’s sulphur- burners {supra^ p. 398); in H. Glover’s 
burner (p. 403) it is combined with a platinum dish. This 
partial utilisation of the heat of the gases does not at all prevent 
their employment for working a Glover tower. 1 have seen 
•Jhis combination carried out in several places in America, 
where the tjlover tower denitrates and concentrates all the 
acid d fi iiti ftf i U oi f^orking the Gay-Lu.^sac tower, while the acid 
for sale is concentrated up to 140° Tw. in lead pans placed on 
the top of the brimstone-burners. The Glover acid in these 
cases still issues about 150^ Tw. strong, and 126^ to 130" C. hot. 

4. Concentrating-pans //eatccTby Steam. 

According to Hasenclever (AVr., v. p. 504), Jhe’idea of con- 
centrating sulphuric acid by means of indirect steam was first 
proposed by Carlier, the managei^of Messrs Curtius’ chemical 
works at Duisburg.^ After several trials at that worths they 
ultimately employed wooden tanks lined with lead, 15 ft. square, 

» He seems to have overlooked Smith & Savage’s Amer. P. No. 41647 

of 1864. 
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on the bottom of which lie two lead coils, each of 150 ft. length, 
li in. bore, and ] in. thickness of lead, for conveying steam of 
45 lb. pressure. The bottom of the pans is shaped like a 
triyicated pyramid, for the purpose of more easily running off 
the condensed water ; so that the tanks are 2 ft. deep in the 
centre, i ft. deep at the sides. The two ends of each steam- 
coil are connected with a lower-placed steam-boiler, into which 
the condensed water continually flows. When the acid has 
arrived at 140'’ Tvv., it is run into a leaden tank, through which 
a lead coil passes ; the fresh chamber acid runs through this coil ; 
and, in cooling, the strong acid gets a preliminary heating.' With 
tWe above apparatus 5 tons of strong acid can be obtained from 
changber acid of 100" Tw’., every twenty-four hours, by the 
consumption of 9 cwt. of coals. The steam-boiler requires only 
as much fresh water as is lost through leakage at the flange.s, 
etc. It is advisable to place a wooden hood over the steam- 
tank, to prevent aii}’ danger from acid being splashed about in 
case oi a steam-pipe bursting. Owing to the low temperature, 
no acid at all is evaporated ; the process is very cleanly, and 
economical as to consumption of fuel and labour. This Report 
of Jlasenclever is fully borne out by Rode. Hasenclever 
{Hofmann's Report, itS75, i. p. 185) states the corrosion of leas^ 
to amount to 0*44 lb. of lead per ton of acid. The steam-pipes 
are mostly acted upon in the places where they dip into the 
acid, because the dust accumulating there raises by capillarity 
.some acid above the level of the remainder, and this become^ 
too highly concentrated by evaporation. Since a lead jacket 
has been burnt to the steam-pipe at the pl^be in qii«s4ion, the 
above drawback no longer exists. 

Figs. 385 and 386 represent a similar apparatus, copied from 
Bodejs G lover t Jin rm, p. 27. The tanl^here measures 10 ft. 6 in. 
by 14 ft. 9 ia. at the ^rface, i ft.#4 in. depth in the centre, i ft. 
at the sides, is heated by steam of 37 lb. pressure, and supplies 
in twenty-fdur ^ours 5 tons of aci.d of 114" Tw. with a con- 
sumption of 10 cwt. of Silesian coal. At some works Bode 
foimd a consumption of onl^?* 8 cwt. ; at others, however, from 1 5 
to 18 cVt. of coal for the same quantity of acid. 

The steam-coil must have a valve both where it enters and 
where it leaves the pans, which should admit of b§ing closed 
from a distance in case of the coil bursting. Both the coil and the 
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return-pipe for condensed water (for which a steam-trap should 
be provided) must be placed in such a way tlvit the water cannot 
cause a stoppage anywhere. The lining lead weighs from 6 ^ to 
10 lb. per superficial foot. The whole cost of concentratiorfbytl^se 
pans, including labour, wear and tear of the pan-lead and of the 
steam-boiler and coils (using g cwt. of coals for 5 tons of vitriol), 
is calculated by Bode at is. cSd. to is. lod. per ton of strong 
acid. 

It is very important to place the outlet for aoid in such a 



position that the steam-coil remains completely covered when 
running off the acid, an^i is never exposed to the air, which 
would greatly injure the lead After a year’s work the steam- 
coil ought to be replaced by a fresh one, even if not showing 
any outward damage. . i 

Some manufacturers avoid running the condensed water 
back into the boiler, lest the latter should be damaged by 
any acid getting into it, or even caused to explode ; \n such 
cases the above-mentioned larger quantity of coals is used. 
Bode points out that there is no danger of acid getting into the 
steam-boiler, because in case of the steam-boiler bursting the 


PANS HEATED BY STEAM 


1101 


steam blowing off will prevent the acid from entering the 
boiler. The rcturn^ipe must not end below the water-line, but 
in the steam-dome. 

pr Stahl recommends employing steam of no more than 
30 lb. pressure, in order to reduce the danger of bursting pipes 
to a minimum. 

The process of concentration by steam certainly furnishes 
the purest acid, and w^as formerly considered cheaper than the 
other plans, excepting the Glover tower or the pans placed 
on the pyrites-burners. It has been introduced into several 
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German works, but latterly the reports on the economical 
working of that plan have not been -so favourable as formerly. 
At Stolberg this plan has been give^ up again as being too 
costly. • ^ » 

Several new steam concentrating-apparatus for sulphuric 
acid have beenr introduced in connection with ice-making 
apparatus, all of ^them founded on the principle of the multi- 
tubular boiler. We mentioi! of these the apparatus of Kux 
(,Ger. P.* 3 1 277), Fig. 387. The «pper part a and lower part b 
are connected by many lead pipes, c c ; through these and the 
outside pipe d the acid circulates. The whole ^system is 
surrounded by a shell into which steam is introduced throu^^h 
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/, the outlet being at g. The thin acid is introduced at //, the 
concentrated acid flows away at i\ pipcj^ k takes away the 
vapours, and a water-pipe in with an inner pipe /, perforated by 
many holes, condenses any acid carried over. ® ^ 

Egells (Ger. l^ 31620) describes a very similar apparatus, in 
which the tubes are placed in a horizontal direction, and special 
precautions are taken against any sagging of the tubes c. 
Kurtz (Ger. P. 37713) employs lead pipes provided with inner 
iron pipes. A combination of a leaden pan with evaporating- 



Fig. 387. 


worms placed sidewa)'s of it forms the subject of a patent of 
the International Vaciium-Eismaschinenverein (Ger. P. 38015 ; 
Fkchcr's jahresber., i88r p. 50S). 

Kurtz (Ger. P. 38018) describes a ^team-heated pan with 
counter-current. 

Solvay and Co! (Ger. P. ^4730) promote mecl:\anft:al circulation 
in such a pan by a mechanically driven scrfew-wheel. 

Junge {lahresber. Berg- und^Hiitten. in ^Sachsen^ 1892, Z. 
angeiv. Cbem.^ 1893, P- ^0 describes in detail the stearfi-heated 
acid-pans employed at Freiberg. They are flat-bottomed 
boxes, lined with 5 mm. lead, about 10 ft.X4 ft. 3 in. and 14 
in. deep, with a coil of lead pipe, in. bore, yV in. thick, 184 ft 
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long, resting on loose pieces of lead-piping. Six such pans are 
combined in a set, communicating by overflows; the acid runs' 
in at one end and out at the other. The steam-pressure is not 
alloY^cd 1*0 exceed 2 A atm. The temperature rises in the first 
pan to 1 2S\ and does not go above 128" in the last. The strength 
of the acid (entering at 5 1°-4 Be.) in the six pans is respectively : 
53 ”- 9 ; 57 "- 4 ; 59'H; 50' '2 Be. Hence a com- 

paratively low pressure, far below the boiling-point of the acid, 
suffices for cencentration ; but this involves slower work and 
much more plant than concentration by direct firing. The cost 
of repairs is slight so long as the apparatus is new, but sub- 
secjuently it is very considerable. The thickness of the steam- 
coils corresponds to a strain of 60 atm. in the cold ; in spite of 
this they later on became bulged out and burst with a pressure 
of only 2^ atm. This is caused partly by the action of steam 
from within and hot acid from without, partly by the gradual 
diminution of the tensile strength of the lead used at that 
high totnperature, Lead alloyed with per cent, antimony 
(hard lead), cannot be used, as it is quickly destroyed by hot 
sulphuricvacid ((/] pp. 326 and 1 104). This occurs chiefly in the 
places where the hard lead is in contact with soft (pure) lead 
and galvanic action sets in ; but this is noticed only at highci 
temperatures, not with apparatus worked at the ordinary degree 
of heat. The steam-pans are gradually very much iiripaired in 
their efficiency by lead-mud, etc., settling between the coils ; 
they then furnish less and weaker acid. Hence their use • 
cannot be recommended, except where it is absolutely necessary 
to avoid any injury to vegetation, which is certainly ’al^rs-gether 
excluded here, as well as any loss of acid. But they are far 
more costly, both to erect and to work, than directly fired 
pans. ^ 

Lvers (Ger. P. 176369) concentrates sulphuric acid (or nitric 
acid, etc.) in a vessel, on the bottom of which there are two 
coils, arranged concentrically in such manner that the heating- 
liquid flows through them in succession. 

Lead vessels for higher concentration than up to 152'’ Tw. can 
be used only by the application of a vacuum and will be 
mentioned in a later part of this chapter. 
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Quality of the Lead for Sulphuric Acid Pans. 

\ 

W. B. Hart, in /. Chein. Soc,, 1907, pp. 504 to 511, dis- 
cusses in detail the influence of the physical cond‘Ition. and 
chemical constitution of the lead on its durability for pan- 
concentration of sulphuric acid. He summarises his conclusions 
as follows. Lead failure can originate both from chemical 
composition (due to imperfect desilverisation or final refining, or 
to the presence of bismuth, or dross, or oxide)* and from the 
physical condition. The effects of impurities are as follows : — 

1. Physically, by the formation of alloys of low fusibility and 
consequent local perforation of the lead, most likely owing to 
the presence of bismuth or tin. By leakage and consequent 
concentration in such cases the action may extend even to the 
lead itself. 

2. Chemically, at certain stages of the concentration, by 

strong sudden action, due to the presence of Al, Sn, or Zn, and 
by slow action to the presence of bismuth. « 

3. Chemically, by the increased action of the acid on the lead, 
owing to the physical condition of the impurity, especially Zn. 

4. Slow electrolytic action may set up with the deposition of 
‘Certain impurities, which mty accumulate and then set up 
physical and chemical action. 

5. Antimony may have a strong and harmful chemical 
action, whilst copper, arsenic, and silver have little effect, and 
copper may even be useful under certain conditions. By 
constant us*c copper will be slowly dissolved and its corrective 
effect*o« other itnpurities is then diminished or lost, so that, 

bismuth can exert its influence more freely. This explains 
the failure of lead pans which have previously given good 
results for a long perio^. 

6. Pure* lead, under noritial pan conditions, ic undoubtedly 
less affected than the impure metal. 

Failure from* physical conditions may b^ due to faulty 
remelting of the lead, by use of unsuitable casting temperatures, 
and by severe pressure in the rolIVng operation, in the following 
way: — « •* 

I. Production of a loose crystalline structure, by casting the 
metal at ‘too high a temperature, causing leakage and con- 
comitant results, 
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2. By severe pressure during rolling, production of a lead 
surface more susceptij^le to attack, either temporary or constant. 

3. Strong acid action in the temporary, physically altered 
form 9f lead, before the annealing effect can take place, explains 
the failure of pans which have been in use for a limited period. 

4. The, effect of altered physical condition will extend even 
to lead of an exceptionally pure chemical composition. 

Coucentration to 144 ' Tw. in Platinum Vessels, 

Concentration in platinum dishes, in Faure and Kessler’s 
apparatus (p. 1142).— The inventors state that 7 parts of coal 
suffice for obtaining 100 parts of acid of 143" Tw. from acid of 
106 T\v., of which quantity 4J to 5 parts of coal may be deducted 
if the steam be used for the acid-chambers. The same might be 
df)nc in any other plan ; but it rarely is done, because too much 
air is carried along with the steam. According to l^ode, in 
reality JoJ> parts of coal are used, the warm water being utilised 
for fccdUig a boiler. This system, applied to concentration 
up to 144 Tw., does not seem to be able to compete even with 
the steam-pans, let alone the pans heated by pyrites-burners or 
the Glover tower, least of all if the cost of plant be considered. 

The Last Concentration of Sulphuric Acid. 

\\'e have seen that we cannot carry on the concentiation in 
lead pans beyond 150" or, at the outside, 152" Tw., the latter 
not without a somewhat strong action upon the lead. In the 
Glover tower it is possible to go rather further, as its lead is 
protected by the lining so as to be acted upetTf very ^slightly ; 
the acid docs not come into contact with the lead, but only 
with the flints, bits of pottery, etc., and arrives at the bottom 
with a temperature of about 130'’ C. ; sc^ th^t even the bottom 
of the tower, vvihich is rvade very strong, is not sensibly acted 
upon. In fact those manufacturers (being the majority) who 
work the Glover ftower with hot gas from rith ores, and get 
their chaniber-acid^ up to 120" to 124" Tw., regularly attain a 
concentration of 152" Tw^., and^in some cases even 156'’ or 160'' « 
is reacheef. The latter is the exception, and already dangerous 
to the tower; if it were not so, the concentration by hot kiln- 
I in the Glover tower (of course modified to som^ extent) 
''Olid be the cheapest plan for the last concentration of the 
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acid, because then the escaping gas goes into the chambers 
and is not lost at all. Wc shall see belcjw that this has been 
indeed attempted. 

Concentration beyond the point attainable in lead pgins or 
in the Glover tower is a much more difficult task, involving 
incomparably more expense than the first concentration. Since 
the attempts to concentrate the acid up to 170" Tw. by means 
of cooled lead pans with top-heat (Clough), or by a vacuum 
(Keller, Dc Hemptinne), or in towers filled wiJth pebbles and 
heated directly by heating-gas (Gossage), or other ways had 
not been successful, and since cast iron is not easily available 
below the point to which “rectified O.V.” is brought in ordinary 
work, recourse was formerly universally had to apparat^is made 
of glass or platinum, of which the former have the drawback of 
very restricted size and great liability to breaking, the latter 
that of being very costly without being proportionately durable. 
These circumstances make their application both expensive 
and troublesome. , 

By far the largest quantity of acid is used of no higher 
strength than is attainable in lead, mostly even rather weaker. 
For making sulphate of soda, the acid is never taken stronger 
than 144' Tw., generally or^ 140” Tw. The English manu- 
facturers as a rule dilute their Glover-tower acid down to this 
point w’th chamber acid ; or the} only make as much acid of 
152'' in the Glover tower as is required for working it, and 
keep the remaining acid weaker by running more chamber-acid 
through the tower. For the manufacture of superphosphate 
the«r<cidi is mcJstly employed even In a weaker state; and 
this, together with the sulphate of soda, consumes most of the 
totaK quantity of sulphuric acid made. In the great majority 
of cases sulphate-of-s^da and superphosphate works make 
their owrf sulphuric acid, jnd, of course, do nof concentrate it 
beyond their own requirements. 

Touching the acid made for sale, however, ‘a circumstance 
has to be considered here which in mdny cases induces the 
manufacturer to incur the greit expense and trouble of con- 
centrating the acid as highly as possible, even in citses where * 
the consumer, not requiring it of such strength, must himself 
dilute before using it. This is the greater expense of packages 
and transit for the same weight of real acid in the dilute as 
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compared with the concentrated state. Apart from those cases 
in which completely concentrated acid is asked for oh account 
of the smaller cost of packages and of transit, or from old habit 
and ignorance, there are many cases in which the consumer is 
really obliged to employ an acid of the highest possible 
strength for instance, the purification of rape-oil; that of 
benzol, paraffin, and other mineral oils ; the refining of gold 
and silver; the production of nitro-cellulose, nitro-glycerine, 
nitro-benzene, and other nitro-compounds ; that of sulphonic 
acids, for instance those of benzene and anthraquinone for 
the manufacture of resorcine and alizarine ; for dissolving 
indigo, and many other purposes. In many cases an acid 
containing from 93 to 94 per cent, of will do; and often 

that which is sold as acid of 170" Tw. docs not contain more 
•than that, and if pure, really ought to show only 166° Tw. 
(=1-83 sp. gr.y For making nitro-compounds especially, 
however, an acid of greater strength is required, containing 97 
or 98 per cent, of SO^H^; even this cannot show more than 
1840 sp. gr. at o , or 168 ’ by a correct hydrometer, unless it is 
very impure and contains much foreign matters. 

This “ extra-concentrated ” acid can also be made in platinum 
vessels, but at the cost of dissolving much more platinum than 
ordinary rectified oil of vitriol. In this way it is possible to get 
up to 98 per cent., or at most 98-5 per cent. Th^se high 
strengths, as we shall sec below, can also be made in cast-iron 
vessels, which are not suitable for concentrating acids below 96 
per cent. For some purposes an acid of as nearly us possible 
100 per cent., that is, monohydrated sulphuric^ecid, is, required. 
This can be made by adding some fuming oil of vitriol to 
ordinary sulphuric acid ; but it can also be made by freezing, as 
we shall see tnfr^. 

► ‘ 0 

Manufacture of Ordinary Rectified Oil of Vitriol. 

It has already^ been mentioned that usually either glass or 
platinum vessels are tised for the last concentration of sulphuric 
acid. Which of these two materials is to be preferred to the 
other has-been a matter in dispute for a long time; nor is it 

^ Recently more correct hydrometers have been used, and the quotations 
re no longer made for acid of 170" Tw. (which does not exist m the pure 
state), but 168“ Tw. 
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settled yet, both systems being largely employed. Formerly, 
before the platinum industry was developed, were 

the only available apparatus, and those could only be had of 
comparatively small size and inferior quality. They \^iere mostly 
set in “galley-furnaces,” a double long row of retorts ‘being 
heated by a fireplace at one end ; thus the retorts near the fire 
were, of course, much more heated than those more distant, and 
were much sooner finished, or even overheated before the 
distant retorts had been sufficiently fired. Each retort was 
either put into a metal pot, with some sand between, or protected 
from the direct flame by a covering of clay and horse-dung. 
Both owing to the inferior quality of the retorts and the 
unsuitable setting, there was always much breakage, combined 
not only with the loss of acid, but also with the sudden evolu- 
tion of suffocating vapours. The cracking of the retorts was. 
especially induced by a cold draught getting at them ; and 
since in that case the workmen had to save themselves instantly 
from the vapours by leaving the room, frequently the^ cracking 
extended to all the retorts. Besides, the expenditure of time, 
wages, and fuel in this process was very great. 

There was always, therefore, an inducement to discover 
some other material than gjass for the last concentration of 
sulphuric acid ; and the only practicable plathiuin, was at 
once apj^lied, in spite of its high price and difficult management, 
as soon as Wollaston’s process of welding spongy platinum into 
ingots and plates w'as made known. The first platinum still 
appears t6 have been made in 1809 in London; it weighed 
423 {{yieni. X^'ivs, xxxviii. p. 43). Later on platinum stills 
weighing from 66 lb. to a cwt. were made, holding 4 to 6 tons of 
vitriol, and costing from £1600 to ;£'2000. This large sum did 
npt deter manufacturers from using platinum for the last 
concentration of sulphuric ,^cid, because they convinced them- 
selves at once of the large amount, facility, and safety of the 
work of concentration that could be carried on^ in them, and 
because they thought (although erroneously) they could reckon 
upon such apparatus lasting almc^st for ever. ^ 

The platinum vessels m|ide by Wollaston’s prootss were ' 
often porous and unsound, so that acid oozed through ; besides, 
blisters and rents frequently appeared in them, which had to be 
soldered up with gold. The platinum stills themselves, there- 
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fore, gave much dissatisfaction. This, however, has been 
greatly diminished since Ste.-CIaire Deville taught the melting 
of platinum in large masses by an oxygen gas blowpipe in 
furnaces njade of quicklime, by which perfectly sound ingots of 
platidum weighing 2 cwt. are obtained ; and, further, to solder 
the joints with platinum itself instead of gold, analogous to the 
burning of the lead chambers. In London this process was first 
applied in i860. Since then the stills have been much more 
durable and aMhe same time cheaper, although the unavoidable 
concentration of the platinum industry in very few hands still 
tends to keep the price of platinum apparatus at a very high 
figure. 

When, however, attention was drawn to the fact that 
platinum itself is gradually acted upon by sulphuric acid (see 
below), and that thus the large capital expended on the stills 
not only involves heavy permanent charges for interest, but has 
to be gradually written off altogether, and when, on the other 
hand, great improvements were effected in the manufacture and 
treatment of glass retorts, the latter came to the fore again, and 
began to drive platinum vessels out of the field, more especially 
in EnglanS. In 1862 Hofmann mentioned, in the Report of the 
Jury, that in Lancashire the use of platinum retorts had almost 
ceased ; at that time about seven-tenths of all the vitriol in 
England was concentrated in glass. In France and Belgiym glass 
retorts existed along with platinum stills; but the latter held a 
wider ground ; and in Germany it was almost exclusively used. 
In 1868, the Ojficial Report of the International fnrt^ vii. p. 34, 
stated that concentration in glass was thaWi very ^ rare (in 
France). * 

In order to meet the competition of glass, the platinum- 
works made efforts to construct the stills more durable and 
niore cheaply ; ^and they indeed reccjvered a portion of the field 
previously lost. Later on they were urged to renewed efforts in 
this line by th« combination of platinum and l«ad employed by 
Faure and Kessler (pf 1 142), which has again receded into the 
background ; and* eventually «the introduction of gold-lined 
platinum has greatly advanced the^use of these vessels. 

At the present time the matter stands thus; — Both glass 
retorts and platinum stills are in use, some of the latter made 
according to the old and others according to the new system. 
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The glass retorts are mostly used for the less highly concentrated 
acid, containing 92 to 93 per cent, the platinum stills for the 
more concentrated acid, 93 to 96 per cent. ; in a few cases both 
are employed at the same works for these different objects. 
The*use of glass retorts, however, is almost entirely confined to 
England ; on the Continent, platinum or platinum-gold vessels 
are used nearly everywhere but in a few places exceptionally 
well situated for obtaining glass retorts — for instance, Montpellier, 
where, according to Payen, a retort of 18 gallons capacity only 
costs J ’6 franc, whilst at Paris and most other industrial centres 
the price is 6 francs. Since such a retort holds a little over 
cwt. of strong acid, and on an average can be used five times, 
furnishing altogether 8 cwt. of vitriol, the retorts for i ton of 
acid ^t Montpellier cost 6 francs, at Paris, etc., 15 francs. In 
America both glass and platinum apparatus are used. 

If the enormous rise in the value of platinum which has taken 
place since 1 890 .should prove to be permanent, the use of glass 
retorts, and also those of porcelain, cast iron, and the concentra- 
tion by*hot air, etc. (see below), will receive a fresh stimulus. 

Lead pans have also been proposed for this purpose [supra ^ 

p. io86).* 

Coiicent ration in Glass Retorts, 

The shape of glass retorts now in use for concentrating oil 
of vitriol was introduced by Chance Brothers, of Oldbury, near 
Birmingham, who make them at their glass-works at Smethwick. 
They are shown in Fig. 388 (this, altogether with Figs. 389 
and 390, is taken from Roscoe and Schorlemmer’s? Chemistry). 
These retorts consist of two separate parts, \{435.,a large bottle 
with a neck at the top, into which fits a loose head r, whose 
other end enters an aperture in a lead pipe or tunnel /it, running 
all along the retort-house, and ultimately connected with a 
chimifey. The bottles a are blowji of thin glass, as evenly as 
possible, about 3 ft. higfi from the bottom to the top of the neck, 
and I ft. 9 int dijimeter. They rest on a flat metal sand-bath 
and are protected 4 rom direct contact with the flame by the 
round fire-clay %lab /, In «the pipe which conveys the 
condensed acid vapours to a collecting-tank, there is always 
soine suction produced by the chimney draught at the other 
end ; therefore the head c needs no cement to connect it with 
the bottle, as no vapours can get out, only air being able to 

4B 
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enter. This is very important, as the head r®has to be taken off 
and put on every day. The above-mentioned suction has also 
this effect, that retorts may continue at work with cracks in 
their upper parts, provided such cracks do not regch down 
to the level of the acid in the bottle. 

A number of retorts are tilways grouped together, as seen in 
390, where AAA are boiling-down pans, from which the 
main pipe B takes away the hot acid of 144' Tvv. On this pipe 



Fin. 390. 


ar^ fixed long thin lead pipes (Fig. 389), which are bent down 
at will, in order to fill th^ single retorts, i i are cooling-pbts for 
the strong acid drawn off, from which*^the carboys are filled. 
The floor is made* a little sloping, so that in the case of a retort 
breaking the acid runs int6 the gutter r, and from this through 
pipe g into cistern h. 

An accurate plan (to scale) of a retort-setting is given in 
39 f 392 ; this will be intelligible without further 
explanation. 

The retorts (in number from 20 to 50) are placed in a 



Fig. 39#. 


Otting windows and double doors; only one door opened 
at a time, the other being shut, so that no draught (the chief 
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cause of the bottles cracking) can enter. A retort-house with 
twenty-four retorts can turn out about 5 tons per diem. 

The work is carried on in this way The distillation goes 
on all day long, and is finished in the evening. During the 
night the acid cools down to some extent ; in the morning the 
retort-heads arc taken off and the acid is drawn off by siphons 
of platinum or thin lead Cubing with a very narrow orifice. The 
siphon is filled with cold acid, the narrow opening closed with 
the finger; the siphon is then put in quickly, ^nd the finger 
at once washed with water. Sometimes the acid is thus drawn 
directly into glass carboys, but it is better to employ a series of 
cooling pots, as shown in Figs. 389 and 390. A small portion 
of the acid is necessarily left in the retorts, and this is useful in 
refilling them with warm acid of 144'’ Tw., as it prevents 
cracking. 

In order to prevent the cracking of the retorts by sudden 
draughts, Jones patented, in 1845, so-called “protectors,” 
consisting of hoods of sheet-iron or stoneware, mad^ in two 
parts, quite covering the neck of the retort. But as this also 
prevents observation of the liquid, they are inconve]jient ; and 
they are quite unnecessary if the house is arranged as described 
above — that is to say, if it is/ kept warm, and draughts are 
excluded by double doors. 

The ^ulphuric-acid vapours formed in the rectifying process 
in glass retorts should in no case be allowed to get into the 
chimney. They are partly condensed in the conducting-pipe 
itself; aftdi* issuing from this, they should pass through a small 
cokegcondenser, •flushed with water, before entering the chimney, 
to wash out all the acid. The 2 \st Alkali Report, p. 45, describes 
the fbllowing arrangement The necks of the retorts pass into 
at lead trunk, set on a^ level, whose bottom is dished with an 
upstand oT 3 in., not burnt to the si^es. A s^nall stream of 
water is set running, when the glasses start boiling, at the end 
of the trunk nearest thej:ondenser, and the v^at&r travels in a 
contrary direction to the vapours ; at the farther end it runs out 
at a lip as acid of loo'^ Tw. This plan is Very effective, and 
only a small scrubber is req^iired to arrest all the f<5^ of acid 
vapour escaping from the trunk. 

Fehrtnann {Fischer's Jahresbc'., 1886, p. 263) describes the 
glass ■ concentrating-plant at Mulheim on the Rhine. The 
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retorts had a similar shape to those used in England ; they 
were made at Glasgow and cost at Miilheim about 38s. each. 
The construction and working of the plant at the Mulheim 
works haVe been very minutely described by Liity (Z. angew, 
ChevL, 1892, p. 385). This communication would be very 
important and interesting if the intermittent plan were not now 
universally recognised as far too expensive, and therefore 
antiquated ; I must therefore refer those still interested in it to 
the original oi*to the translation in /. Soc. Chem. Ind.^ 1893, P- 
153, The plant described by Liity (erected by an English 
chemist) seems to have been less economical than some others 
and is a warning example against the whole system. 

IniEngland formerly all sulphuric-acid retorts were made of 
flint glass, containing upwards of 40 per cent, lead oxide, because 
this was supposed to stand better, which may possibly have been 
caused merely by the fact that the retorts were not made to do 
so much work as in recent times. On the Continent such re- 
torts hate been always made of ordinary soda-lime glass (crown 
glass), and this seems to be used in England as well now. 

A gr»at improvement on the old plan of intermittent 
concentration in glass retorts is 
the continnondv acting plan of 
Gridley, patented as a communi- 
cation by Mr Henry Chance 
(Ik P. 1243 of 1871). Several 
retorts are placed terrace-wise in 
an obliquely a.scending furnace 
and arc connected by siphons, so 
that the top retort is fed by fresh 
acid, which, after being concen- 
trated ,to some extent, flows into 
the next lowet retort, and so on. 

The lowest retort is placed in the 
hottest part of fhe^ furnace. A 
retort is shown in^detail in Fig. 393. a is the head, connected 
with a ^draught-pipe common to all the retorts, by which 
the vapours are conveyed into •a small leaden coke-tower 
and condensed by water. At b there is an opening in the 
shoulder of the retort ; into this the funnel passes by which the 
acid enters the retort ; d shows the level of the acid ; e is the 
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tubule attached to the retort, by which the acid leaves it ; and 
/ /show the glass connectors which convey the acid from one 
retort to another. The retorts are set in sand in shallow iron 
pots, Four beds of retorts, ie, sixteen retorts, wilf produce, 
from 6 A.M. on Monday till 12 noon Saturday, 600 carboys, 
equal to 46 tons ; they are worked by two retort-men 
(day and night turns) and two labourers. The average 
consumption of coal is 28 lb. per carboy of 175 lb. ( = 16 per 
cent.). This process is in very successful operalson in several 
vitriol-works in the United States, and has also been adopted 
by some manufacturers in England. 

I owe some important communications concerning improve- 
ments in the Gridley process to the kindnc.ss of Mes.srs Chance 
Brothers, of the Oldbury chemical works, and of their manager, 
Mr H. ('. D. ITance. (Part of the following is taken from Dr 
Ballard’s Report^ pp. 173 and 182). The process has been 
improved at the above-mentioned w^orks by using ordinary coal- 
gas as a heating agent, burnt in a Bunsen burner undierneath 
each retort. This has largely increa.sed the output and 
decreased the labour and breakage. The breakage# during a 
period of two years has only c^t 3d. per ton of acid rectified, 
and the labour has been is. ida. per ton; but this item could 
easily be lessened, as the same men could look after plant 
turning ( 5 ut twice as much. The gas consumed (made at the 
works themselves), with all leakages and defects, amounts to 
* 3500 cub. f^. per ton of acid of sp. gr. 1*84. (The present con- 
sumption of gas is probably even less than that here stated.) 

3*^4 to 396 show the way in which the four retorts are 
combined in a set, which is fired from a common gas-pipe. 

The retorts are first fired till all the acid in each of them has 
attained full strength ; i:hen fresh acid of 144'' Tw. is run into 
the top retort, whereupon the connecting overflc^-pipes begin 
to work and the ^cid runs from each retort into the next lower 
one, and from the lowest. into a cooler, fr^om* which it can be 
filled into carboys. This process goes on day^nd night. 

A great advantage of the Gridley-Chance plan is this, that it 
requires no retort-house keptM the temperature of a Turkish 
b&th, like/he old plan. It is only necessary to enclose the four 
retorts themselves in a glass case, similar to the vapour hoods 
to be found in every large chemical laboratory, in order to 
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protect the retorts against draughts. The glass case is 
connected by a pip(!! with a small leaden coke-tower, which 
communicjites with the chimney; any acid vapours escaping 
from T:he retorts are condensed here. 

The Gridley plant, as arranged at Chance Brothers, is so 
efficient that with ordinary care breakages of retorts hardly 
ever occur. But in order to provide against this contingency, 
the bottom of each fireplace communicates by a pipe with an 
underground tank ; in case of a retort breaking the acid would 
flow into this tank. 

The strength of acid attainable by this (or any similar con- 
tinuous) process does not exceed 92, or at most 93 per cent., 
which fhust not be overlooked in comparing the cost of concen- 
tration with different kinds of apparatus. 

The cooling of the concentrated acid in this process is 
carried out in such a manner that the hot acid first flows 
through a platinum tube, in which it already loses a good deal 
of its heat, and then into a leaden box with double walls and 
external and internal water-cooling. The acid issues perfectly 
limpid, abf)ut 60"' C. warm and 168'' Tw. strong. (Of course any 
of the cooling-apparatus connected with platinum stills, as 
described further on, might be employed here.) 

Bowen (B. B. 2035 of 1883) describes an apparatus in which 
the vapours from each lower retort pass into the next higher 
one, so that very little sulphuric-acid vapour leaves the last 
retort. [Rational as this seems at the first glance, it is still very 
doubtful whether in this way the concentration will not be 
interfered with too much.] 

Veitch (B. P. 7901 of 1889) employs flat-bottomed retorts, 
arranged one above another on a stepped terrace within a 
tapering fire-flue common to them all, tne fire being placed at 
the lowest an3 widest 'end, and the flue narrowing upwards. 
The acid entejrs in a constant stream, traveling through the 
whole series. Alf the retorts are easily visible. 

Penniman (Amer. P. 469439) employs in a set of retorts 
arranged* stepwise a current of air, which keeps the acid 
continually agitated, and so prevents their breaking. 

Retorts having the lower half composed of glass^ and the 
hood of any suitable material are described by Schofield (B. P, 
197S0 o( 1891). 



1118 THE CONCENTRATION OF SULPHURIC ACID 

• 

Costs . — The cost of concentrating in glass requires much 
more labour than platinum stills, and tMs is also of a dis- 
agreeable kind. The consumption of fuel is sometimes absurdly 
stated to amount to eight times the consumption with platinum 
stills ; in direct contrast is the following statement by P. W. 
Hofmann, referring to the cost of concentration at Dienze, 
where 2 \ tons of concentrated acid were daily made in glass 
retorts, viz., for i ton 


». D. 


4 cwt. of coals 

. 4 0 

Wages 

. 3 0 

Breakage of carlioys 

. . T 0 


8 0 


If the precaution is taken of replacing all the carboys by 
new ones after the lapse of six weeks, whether they seem 
damaged or not, there is next to no breakage, and the cost of 
concentration is reduced to ys. 6d. per ton {Hofmann's Official 
Report^ i^ 75 j vol. i. p. i88). With this should be comj^red the 
very much higher cost for wear and tear of the platinum stills 
(to be given below), and, on the other hand, the mijch higher 
statement by Payen concerning the breakage, which, however, 
refers to the imperfect retorts^f former times. Payen states 
that at Tennant’s works at Glasgow the breakage, on an 
average,^ was only seven retorts per annum. These retorts 
were made (by Perceval, Vickers, & Co., of Manchester) from 
green soda-glass, as even in thickness as possible, blown with 
special care, and cooled very slowly ; their weight is about 6o 
lb. e^ch, ^nd the^ost is. 4d. per lb. 

Another statement concerning the cost of concentrating in 
glass*retorts is made in the Mineral Resources of the United 
Spates, for 1886, p. 67^, as emanating from a large English 
works where acid of 60° coming frf m the Giover tower [?], 
is concentrated to 66 " B6. (8 tons per day) 

• • £ R. D. 

I ton of coal . . , . . . * . o i6 o 

Wages and superintendence . . . .200 

Breakage of retorts . . • . .*.080 

Wear and tear of other materials and interest on •• 
plant (estimated to cost ;^200, at 50 per cent. 
j)er annum) . . . . .060 

Cost of concentrating 8 tons . . . .3100 

Cost of concentrating i ton , . , , 89 
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[This estimate is evidently utterly unreliable. The amount 
of coal is absurdly Icfw, the breakage of retorts excessively high. 
We refrain from quoting the comparative cost of concentration 
in a i^aure and Kessler still given in the same place, as equally 
misleading.] 

The cost of concentrating in a Gridley’s apparatus (p. 1115) 
is, of course, considerably lower than in ordinary retorts, as 
there is less consumption of fuel, less labour, and next to no 
breakage of re1;orts. 

According to a very interesting comparative survey by Tate 
( /. Soc. CJicni. Ind.y 1 894, p. 208), to which we shall have again 
to refer, the cost of a set of glass retorts on the old system, 
for macking 10 tons in twenty-four hours, ranges from to 
;fiooo, inclusive of condensing-apparatus. The cost of concen- 
trating from sp. gr. 176 to 1-838 varies very much; but the 
consumption of fuel averages 13 to 14 cwt., and the wages 
4s. 6d. per ton of strong acid. The breakage varies extremely 
at different places. With the Gridley-Chance system the cost 
of two sets of four retorts each, for making 23 to 25 tons acid 
per weel#, is £200, and £\oo for the building. The cost of 
labour is only from 2s. and 3s. per ton of strong acid ; of coal 
only two-thirds of the quantity required by the old system 
is necessary, say 10 to 12 cwt. per ton. [This does not agree 
with the above statement, and later on only 5 cwt. i? spoken 
of.] The breakage is only about one retort to 180 or 200 tons 
of acid, or say, is. per ton (a retort costs 25s.; in discussing the 
paper it was mentioned that the breakage frequently much 
higher). Extra-concentrated acid is more easily maefe in*glass 
than in platinum retorts. Acid contaminated by suspended 
or dissolved impurities is not easily concentrated by this 
systeni^ as it causes much breakage. • , 

In the CM/i. Trade^J,^ 1906, xxxviii. p. 77, the cost of glass- 
retorts for rectifying sulphuric acid is stated ^t £21 per glass, 
which includes all p^ns, coolers, etc. -Each glass will turn out i 
ton per week of sp. gr. 1-840, Ijjut an excess of glasses must be 
allowed, for breakages. Thirty glasses usually turn out 27 tons 
per week, and consume 4^ cwt. of*coal per ton of R.O.V. 
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Concentration in Porcelain Dishes or Beakers {Cascades), 

Hughes, in Amer. P. 339552, describes an apparatus 
consisting of porcelain dishes with glass heads, otheriwise 
similar to the glass-retort apparatus of Gridley-Chance {supra, 
p. 1 1 15). The use of porcelain dishes was also patented in the 
United States by W. H. Adams, in 1887 (Scheurer-Kcstner, 
Bull. Soc. bid. Mulhousc, 1892, p. 317). 

Messieurs Ch. Ncgricr et Cie., at Perigueux, have constructed 
a furnace for evaporating sulphuric acid from 50'’ to 65r Be. 
(say, from 106" to 167" Tw.) in porcelain capsules (B. P. 14022 of 
1890). Their apparatus is shown in Fig. 292, facing page 693 
of our second edition. (It is omitted here as being superseded 
by Benker’s pans, to be shown later on.) It consists of two 
parallel ranges of eight porcelain capsules, each placed one above 
the other, so that the acid overflowing from the lip of each 
upper pan flows into the lower one. The capsules are semi- 
circular, 0305 m. wide and 0-135 m. deep. ICvery twf> dishes 
placed on the same level are contained in suitable pans, 
forming cavities of a single cast-iron plate, reaching •from one 
side of the furnace to the other. Asbestos tissue is interposed 
between the capsules and the metal-pans, in order to protect 
the capsules and prevent bumping, which is further lessened by 
putting fragments of porcelain inside the capsules. In the case 
of a capsule breaking (which happens but rarely) its contents 
can escape into the fireplace through several holes left in the 
metal pans ; when this is perceived, the feed of acid is stopped, 
the c®vei Is lifted, and the broken dish is replaced by a fresh 
one in ten minutes. An iron plate with its two dishes lasts 
three *or four years. They are shaped in such a manner that 
thtre is no communica 4 fion between the space below, destined 
for the fire-gas(?s, and the ^ace above/iwhere iht acid vapours 
are formed, the Joints being made good with a cement of 
a.sbestos and silicate of spda. When the ^capsules have been 
placed in the pans, a layer of coarse sand is ^ut into the space 
between them up to the edge of ^he capsules. Every pan has 
two shoulders, destined to prevent the dilatation caused by heat 
from bringing it into contact with the next higher capsule. 
The brickwork above the level of the capsules is made of silica 
bricks ; the top cover is made of cast-iron or glass. The acid 
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gases are aspiratecf by a jet of water, or in other suitable 
manner, and are condensed or not. The heat of the fire-gases 
issuing from the apparatus is used for bringing up acid from 
50'* t© 6o'’*Be. in a similar apparatus or in lead pans. 

One such apparatus is stated by the inventor to produce 18 
to 20 cwt. concentrated O.V. from acid of 60" Be. (142'' Tw.), 
with an expenditure of about 13 per cent, of coals of somewhat 
inferior quality. According to further information received from 
the inventors, they bring their acid from 53'’ to 65''-5 Be. with 
21 per cent, of the same coal. 

This system is minutely described by Kretzschmar in CJiem. 
Zeii., 1892, p. 418. The gases from a set of four furnaces pass 
underneath three sets of lead pans, where they concentrate the 
acid up to 134" to 142 ’ Tw., and heat it to 145" or 149'' C. 
Every furnace produces 25 cwt. of acid of 93 per cent, daily, with 
an expenditure of 23- 5 per cent, of rather low-grade English 
coal. The breakage of dishes per month was at first 5, out of 
a total <ff 64, costing 4s. each ; but this was greatly lessened 
when the cast-iron bed-plates were replaced by fire-clay slabs. 
The acid wipours from every set of two furnaces pass into a lead 
condenser, then into a cooling-worm, and eventually into an 
upright pipe, in which the necessary draught is produced by a 
jet of compressed air. The Negrier apparatus has the advan- 
tage of allowing the use of impure and nitrous acic^, but it 
requires much more space, labour, and coal than platinum stills. 
This apparatus had been erected at the Rhenania works, Stol- 
berg, but was given up as causing too mucl^ expense for fuel 
and breakage of dishes, and performing too little work*. • 

Lemaitre’s Fr. P. 3 5755 5 contains several improvements of 
the Nc'grier furnace. 

F. ^enker has erected in France a nifmber of apparatus con- 
centrating sulphuric aefd in porcefhin dishes, covered with a 
special protecting cement and heated by several small fires. 
The whole is endosjd in a chamber, built of Volvic lava, and 
the capsules very Rarely break.^ The acid thereby obtained is 
stated to^be much purer than that made in platinum, and 
perfectly clear. It can be brought up to 97 or 98 or even 99 
per cent., and then deposits all iron salts ; at a French factory 
such acid (made from Sain-Bel pyrites) is diluted with* distilled 
water and sold for use in storage-batteries. Benker’s system 
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as formerly constructed, is shown in Figs. 397 and 398; but 
according to a paper by Hartmann and Qenker, in Z, migeiv, 
Chein., 1906, p. 564, they now build the apparatus somewhat 
differently, and this new plan will be described below. • The 
dishes are all placed on fire-clay rests and arc cemented in 
these with asbestos and water-glass, so that the fire-gases are 
altogether separated from the acid fumes. They are cleaned 
out once every six or eight weeks, and exchanged after six or 
eight months. By special precautions in manufarturing, they are 
now made practically unbreakable, but in case of an accident 
they can be exchanged with a stoppage of only two or three 
hours. The acid fumes are condensed in lead-lined boxes filled 
with bits of stoneware of the size of a pea. 

The heating now takes place, not by means of four small 
fireplaces, as shown here, but by a single large fireplace (800 
X 380 mm. grate surface), so that, in lieu of coke, coal can 
be used for firing. There are now 24 dishes in each cascade, 
or 48 in both ; the four lowest dishes of each row are \jrotected 
by a curtain arch, so that the acid therein boils quietly without 
spurting. The porcelain dishes are placed in fire-orlay dishes, 
with a layer of dry asbestos between them, which affords such a 
good protection that on an average there is only one dish 
cracked every five or six months. Very little of the acid distils 
over, and this is only 4' to 8° Be. strong, which is a very 
economical result. The present apparatus, with 48 dishes, 
furnishes per annum 2100 to 2300 tons acid of 92 to 93 per 
cent. ; or 1500 to 1600 tons of 95 to 97 per cent. ; or 1200 to 
i3CX>4on.^ of 97 to 98 per cent; or 1000 to 1100 tons of 98 to 
99 per cent In Germany the cost of such an apparatus in 
1906 was from ;f550 to £ 6 oo^ inclusive of condensing and 
cboling arrangements.^ The consumption of coals, starting 
from chamber-acid of 53'’ B^., is 15 to per cent for acid of 95 
to 97 per cent. ; or 24 per cent for acid of 97 to 98 per cent. ; or 
27 to 30 per cent, for acicl of 98 to 99 per ceitt. ; this is claimed 
to be much less than the consumption in IJessler’s apparatus 
(p. 1142). In 1906 64 Benker p*lants were actually at work (21 
in France, ii in Germany^ 11 in Austria, 7 in Spain, 4 in 
Sweden, 4 in Russia), and a number of others were to be started 
.soon, one of them in England. 

As we shall see later on, the great success of the plan just 
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gases are aspiratecf by a jet of water, or in other suitable 
manner, and are condensed or not. The heat of the fire-gases 
issuing from the apparatus is used for bringing up acid from 
50'* t© 6o'’*Be. in a similar apparatus or in lead pans. 

One such apparatus is stated by the inventor to produce 18 
to 20 cwt. concentrated O.V. from acid of 60" Be. (142'' Tw.), 
with an expenditure of about 13 per cent, of coals of somewhat 
inferior quality. According to further information received from 
the inventors, they bring their acid from 53'’ to 65''-5 Be. with 
21 per cent, of the same coal. 

This system is minutely described by Kretzschmar in CJiem. 
Zeii., 1892, p. 418. The gases from a set of four furnaces pass 
underneath three sets of lead pans, where they concentrate the 
acid up to 134" to 142 ’ Tw., and heat it to 145" or 149'' C. 
Every furnace produces 25 cwt. of acid of 93 per cent, daily, with 
an expenditure of 23- 5 per cent, of rather low-grade English 
coal. The breakage of dishes per month was at first 5, out of 
a total <ff 64, costing 4s. each ; but this was greatly lessened 
when the cast-iron bed-plates were replaced by fire-clay slabs. 
The acid wipours from every set of two furnaces pass into a lead 
condenser, then into a cooling-worm, and eventually into an 
upright pipe, in which the necessary draught is produced by a 
jet of compressed air. The Negrier apparatus has the advan- 
tage of allowing the use of impure and nitrous acic^, but it 
requires much more space, labour, and coal than platinum stills. 
This apparatus had been erected at the Rhenania works, Stol- 
berg, but was given up as causing too mucl^ expense for fuel 
and breakage of dishes, and performing too little work*. • 

Lemaitre’s Fr. P. 3 5755 5 contains several improvements of 
the Nc'grier furnace. 

F. ^enker has erected in France a nifmber of apparatus con- 
centrating sulphuric aefd in porcefhin dishes, covered with a 
special protecting cement and heated by several small fires. 
The whole is endosjd in a chamber, built of Volvic lava, and 
the capsules very Rarely break.^ The acid thereby obtained is 
stated to^be much purer than that made in platinum, and 
perfectly clear. It can be brought up to 97 or 98 or even 99 
per cent., and then deposits all iron salts ; at a French factory 
such acid (made from Sain-Bel pyrites) is diluted with* distilled 
water and sold for use in storage-batteries. Benker’s system 
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Beaker-apparatus. 

This kind of concentrating-apparatus was nrst introduced by 
Webb, followed by Levinstein and others. Their principle is 
quite similar to the dish-apparatus. The material used is either 
glass or porcelain. 

Webb’s B. Ps. are Nos. 2343, 17407, and 18891, all of 1891. 
As iMgs. 399 and 400 (p. 1 125) show, his apparatus consists of 
14 or 16 glass or porcelain beakers, A, A, arranged one above 
the other, about 1 1 in. wide and 21 in. high, with overflow lips 
communicating with movable tapering glass pipes, placed in a 
.slanting position in the next lower beaker, so that the acid 
flows from each beaker on to the bottom of the next, and from 
the last of these through a cooler into the vessels where it is to 
be stored. According to Webb’s B. P. 2343 of 1891, a series 
of glass vessels arc placed on slabs, arranged in steps, in a 
heating-chamber; the vessels are enclosed near their upper 
edges in iron plates or slabs, corresponding to the boy;om. In 
every one of these vessels is placed at an angle a loose tapered 
glass tube, reaching from the spout of one vessel to the bottom of 
the next lower vessel, where it is provided on its siSe with an 
outlet-slit. The fire-gases pass ^r.st into combustion-chambers 
on one side of the heating-chamber, and from thence into the 
space left round the glass vessels. The weak liquor is fed into 
the tube of the uppermost vessel and displaces a certain 
amount of acid, which will overflow into the tube of the next 
vessel, etc., thus causing a thorough interchange in the liquor to 
be qyaporated. •The concentrated acid is delivered from the 
last ve.ssel of the serie.s. 

IVhich stress is laid on the fact that the acid always flows on 
to the bottom of the jiext lower beaker, where it forces the 
already co'hcentrated acid upwards and^s well mjxed with it. 

According to the inventor, the cost of an apparatus of 14 
glasse.s, apart (Tom patent royalty, is from if 60 to ;£‘ioo. 
Usually two sets are built together. Fourteen glasses produce 
per hour a carboy of acid of sp. ^r. 1-838 front acid of 1-74, with 
consumption of less than ^wt. of coke. One man attend 
to four sets of J4 glasses each, in which case the cost of labour is 
only 2d. per carboy. Every set makes 5 or 6 tons of strong acid 
per week Irom acid of sp. gr. i 60, or 1 1 to 1 2 tons from acid of i -74. 
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According to actual observation, at first the breakage was 
very considerable, in fact intoIerabJe, s<j long as all beakers 
were made of glass. Therefore the three bottom beakers of 
every set were replaced by porcelain vessels, by# which the 
breakage was greatly reduced. More recently all the beakers 
have been made of porcelain or of stoneware, and since then 
the breakage has been very slight. The feed of acid is regulated 
by means of a thermometer placed in the fourth .beaker from 
the bottom. No lead pans are needed for preliminary concen- 
tration. Even the most impure acid, also waste acid from 
dynamite-works, etc., can be worked up. The acid running off 
in cases of breakage is easily caught and used over again. 

A fresh patent of Webb’s (B. E. 29884 of 1896) describes a 
firing arrangement by a gas-producer, where the flame does not 
act from the higher end down to the lower, but vice versa. 

The illustrations of Webb’s apparatus, published in certain 
periodicals during 1901, differ from those given here only in two 
respects : first, the fireplace is not below the top beaker^ but about 
midway ; second, a number of upright pipes take the acid fumes 
away into a main pipe and lead them into a condenser, where 
the acid is to be kept back from escaping into the atmosphere. 

Webb (B. P. 1515 of i90i)ialso describes an apparatus for 
retaining the acid fumes, consisting of a wooden box, lined with 
lead, closed at top, with a funnel-pipe reaching nearly to 
the bottom for admitting cooling-water, which overflows near 
the top. The tank contains two metal boxes, connected by a 
number of pipes, the first of them fitted with several water- 
tubes. The a«i^ fumes enter at the top of the first box, pass 
through the connecting-pipes into the second box, and issue 
from the top of this into a chimney, which produces the 
necessary suction. Qn their way the fumes are cooled by the 
water surrounding the hpxes and flawing through the water- 
tubes and are thus condensed ; the liquid thus formed runs off 
at the bottom^ In order to retain the aci^ linger in the first 
box, the pipes connecting it with the sefrond box are furnished 
with nozzles which throttle the orifice. ^ 

A further patent of \Yebb’s (B. P. 1516 of 1901) describes 
beakers consisting of an outer vessel and an inner vertical 
vessel, ^the latter having at its lower end lateral openings, and 
its top reaching above the outlet bib of the outer vessel, for the 



BiiAKIliK-Al'rAKArUb 


1137 


purpose of dividing J:he liquids int® two columns. There is also 
a removable spout attached to the top of the beaker. 

This modification appears to be that which is mentioned in 
the 38/// ^Alkali Inspectors' Report^ and described in the Ger. 
r. 135886, by F. G. Webb and Webb’s Patents Limited. 
There is a stepped scries of beakers, each of them containing 
an inner cylindrical vessel, not much narrower than the beaker 
itself, open at the top, and communicating by holes at the 
bottom with the annular space between the two vessels. The 
acid overflows by a lip from each of the outer beakers into the 
inner vessel of the next lower beaker, passes through the 
bottom holes into the annular outer space, and overflows from 
this into the inner vessel below. The whole may be placed in 
a hot-air oven. Or else the top edges are formed in such a 
manner that a still-head may be placed on each beaker, with an 
arm connected with a slanting draught-pipe \cj\ Gridley’s 
apparatus, p. 1115], from which the vapours arc taken into a 
tubular ^water-condenser before passing into the draughting- 
shaft : in this case the beakers are heated only in their lower part. 

Levimstein's patents are: 19213 of 1892; 2476and2835of 1893; 
22844 of *1894; fijs apparatus is very similar to Webb’s, but the 
beakers have rounded bottoms and arc placed in metal dishes, 
and the overflow-pipes are modified. According to one of hislatest 
patents, the dilute vapours from the upper portion and the strong 
vapours from the lower portion of the battery are carried away 
separately, which appears to be a very rational process. 

Quite similar to the above is Bradbury’s apparatus, B. P, 
22327 of 1893; J- Scott’s B. P. 14215 olLi‘^94; R. Wilson’s 
B. P. 14221 of 1895 ; and Schwab’s B. P. 22512 of 1896. 

Viaillieux and Perrin (B. P. 28302 of 1909; I'r. P. 397080) 
facilitate the condensation of the vapours, arising in the 
concentration of sulphuric acid, by embedding in the, coke used 
for this purpose serpentines in which cold water or acid 
circulates, orc'by^moistening the coke. 

H. E. Green (B.t P. 27209 of 19P1), in order to economise 
space, makes thetcascade double back upon itself. 

Mackenzie (B. P. 6415 of 1909) provides for the dishes of 
cascade apparatus air-pipes for the purpose of agitating the con- 
tents of each dish, so that the impurities do not settle on the 
bottom and cause overheating. 


4 



1128 THE CONCENTRATION OF SULPHURIC ACID 


Many cascade apparatus, •specially on Webb’s plan, have been 
erected in England, but some of them ^seem to have been 
discontinued, partly on account of excessive breakage of the 
glasses (which does not seem to happen so much with porcelain 
beakers), partly because they consumed too much fuel* and 
partly because it was found impossible to prevent the escape of 
dense white fumes from the chimneys (which were themselves 
sometimes ruined by these fumes and had to be rebuilt). The 
Alkali Reports of several years teem with cornplaints of this 
sort. The reason seems to be the same as that quoted in the 
case of the lead pans with surface-evaporation, viz., the forma- 
tion of an acid mist of tiny, liquid, vesicular drops (p. io8i), or else 
the difficulty of condensing sulphuric anhydride (Chapter XI). 

A. Nobel proceeds on the following principle (Ger. P. 10149 
of 1880): — Since cast-iron is not acted upon by the vapour of 
sulphuric acid, the concentrating-apparatus is made in the 
shape of a column consisting of cast-iron pipes, in which 
porcelain dishes are placed on ledges. Each dish^ has an 
opening, through which a glass rod reaches into the next lower 
dish ; this is intended to prevent the acid from splashing about 
in its downflow from dish to dish. When all the Wishes are 
filled, the column is heated bj^ flues surrounding it on the 
outside. The acid vapour, as well as the concentrated vitriol, 
is taken away at the bottom. Even nitrous vitriol is said to be 
used in s^ich towers. 

Another kind of column combined with the system of 
stepped beakers is the apparatus patented by Guttmann (B. P. 
16220 of 1898). Jk: arranges glass or porcelain beakers, with 
overffows, in a vertical spiral column. They are placed on iron 
dishe^ attached to curved, hinged doors, which together form a 
vertical heating-column^ within which fire-gases surround the 
concentrating-beakers. Another patent (Ger. P. 1 09:^47) of 
his describes an arrangement for heating up the air required for 
the combustion by means of the waste heat of^th^ apparatus. 

A Guttmann concentVating-tower ha# been erected in 
England, but it is fired by coke instead of gastous fuel, and has 
been otherwise modified with a view to reduce breakages 
{Alkali Inspectors' Report, No. 38, p. 128). 

According to Pohl (Z. angew. Chem., 1912, p. 1851) the 
“ vitreosil ” (fused quartz, supra, p. 1 123), as manufactured by the 
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Deutsche Ton- und«Steinzengwerke at Charlottenburg, in lieu of 
porcelain, gives excellent results. The Alkali Inspectors’ Report 
for 1911 (/. -SV. Chevi. Ind., 1912, p. 716) also recommends the 
use of fused quartz or of " tantiron ” for cascade apparatus. 

The Adamson Chemical Company (Ger. P. 104679) con- 
centrate sulphuric acid in two horizontal stoneware cylinders ; 
a number of vertical stoneware or glass pipes, closed at the 
bottom, are suspended from these cylinders in a vertical 
position, reaching downwards into the fireplace and increasing 
the heating surface. [This is the system of “Field tubes” 
applied by de Hemptinne in his apparatus described in our 
first edition, Vol. I. pp. 507 et seq.^ which has never been carried 
out in practice.] 

lirandenberg (Ger. P. 243544) employs an evaporating- 
vessel with one or more inclined side-tubes, placed in a furnace. 
These side-tubes are provided with siphon-tubes inside the 
evaporating-vessel, which produce a vivid circulation of the 
liquid, fjf they arc heated, the liquid inside the vessel is 
gradually heated up as well, and is brought to boiling. The 
mud scttljs at the bottom without interfering with the boiling- 
operation. This apparatus may be made of quartz, glass, or 
the like, as each part of it can expand without any strain being 
put on the other parts. 

CouccHtmtioH in Platinum S tills. 

The arrangement of platinum stills formerly employed is 
very fully described and illustrated in the first edition of this 
work, pp. 526 to 530, and in our second edition, pp. 695 seq. 
A number of data referring to the sizes, cost, and producing- 
power of those older stills is also there given ; but all this •must 
be considered antiquated, and we shall . here describe only the 
modern shapes^of platinum stills. # 

Since so much competition was made with the platinum 
stills, first by tfie improved glass retorts, and afterwards by the 
combined platinum-Ibad apparatus of Faure and Kessler, the 
two manufacturer? of large [Platinum apparatus (Desmoutis, 
Lebrun •& Company, of Paris, ^and Johnson, Matthey & 
f ompany, of London) both greatly improved the construction 
of platinum stills. In the first place they made them lighter, 
by leaving the greatest strength entirely in the bottom, directly 
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exposed to the hre. Already in 1867, j6hnson, Matthey & 
Company had exhibited at Paris an apparatus for 5 tons per diem, 
costing only £1640, and another for 8 tons per diem at £2500. 

Later on they recommended a lighter shape of stilf, inte^nded 
for continuous work. A double still of that kind, for producing 
4 l or 5 tons concentrated acid per day, cost £1200^3. triple 
still, for or 8 tons acid, £17 that time stills with their 
.special cooling-apparatus found much favour, but they are 
equally out of date now. * 

The modern platinum .stills are mostly on the system of 
Prentice or of Del place, as shown here. 

Prentice’s system (Figs. 401 to 403) contains, in the place of 
the former circular stilLs, a still of elongated square shape, say 
3 ft. X I ft. 6 in. for 4 or 5 tons O.V. per day. The acid enters 
at the back end and runs out in front by an overflow. A still 
of this kind weighs about I ewt, and costs (formerly) about 
;^lOOO, inclusive of overflow, cooler, metal ring, etc. The firm 
also supply platinum pans with corrugated bottoms, ps shown 
in Fig. 401 ; but ordinary lead pans may be used instead. 

Special statements concerning these stills, as introduced at 
the Griesheim works, will be found in C 7 /em. hut, 1878, p. 194, 
and 1879, p. 109. ^ 

The favourable effect produced by Prentice’s plan is prin- 
cipally awing to the corrugated bottom of the pans, which in- 
creases the heating-surface in the proportion of 1-57 to i. The 
thin stratum of acid is a feature common to all more recent plans. 

Another system, manufactured by Messrs Johnson, Matthey 
& Company, anQ*introduccd at some of the largest works, is 
that of Gustave Delplace, of Namur, which is shown in F^igs. 
404 to 406. In this apparatus two stills, A and B, are combined. 
The top still A is fed with acid of 144" Tw. and the distillate 
from the still B, ’ The lattfcr, also of platinum, tcarries* on the 
concentration to^the highest attainable point, even up to 98 per 
cent. H.^SO^, if needed. 

C C are heads and arms with outlet *at E for the strong 
distillate; the weaker not condensed vapour goes away at E. 
F is a bpttle-shapcd cooler fior receiving the concentret^ed acid 
from the stills. G is a lip attached to the first still for receiving 
the acid Yroni the lead pans and the distillate from B B. H is 
a tube for receiving the condensed distillate and carrying it 
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back to A A. In tWs apparatus the acid may be brought to 
79 or 8o per cent. SO3, or 97 to 98 H2SO4. If this stronger 
acid, indispensable in the manufacture of dynamite, etc., is made, 
the distillate must be allowed to get up to 150" or 155° Tw., 
and is always conveyed back to the first still. For making the 
ordinary O.V., testing 168° Tw., which really contains only 73 to 



Fig. 40b. 


76 per cent. sf)3,^he distillate shoulc^ show only 7“ to 23° Tw., 
according to the^speed of work, the feed-acid being 144° Tw. 
strong. The following advantage is claimed for the rectangular 
shape of still — that, in working fottthe most highly concentrated 
acid, the ferric sulphate cannot collect in the opening of the di$- 
charging.pipe, which generally happens with the* ordinary 
apparatus ; the distillate is also said to be weaker, the output 
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larger, in proportion to the evaporating slirface, and the con- 
sumption of coal smaller than with the rourtd shape. Instead of 
lead coolers, the distillate is condensed by a platinum tube 2j in. 
wide, which is cooled by water for a length of 5 ft. ; tog/5ther 
with the head it weighs no more than the former large head 
and arm for connection with a lead cooler, without being liable 
to the frequent need of repairs of the latter; it also permits 
condensing acid of any strength, free from lead. Consequently 
the concentration may be carried to any required extent, whilst 
with lead condenser.s, and still more with' F'aure and Kessler’s 
system, the great wear and tear of the lead do not permit this. 

For making the very strongest acid by a continuous process 
(which previously was quite impossible), two long stills are 
preferable to one, the distillate from the second still running 
back into the first quite hot, without contact with lead ; only 
the first weak distillate escapes. 

The cooling of the concentrated acid is done by an upright 
platinum cylinder standing in water. The acid enteis at the 
top and leaves it at the bottom ; the water enters the outer 
vessel at the bottom and leaves it near the top. , 

The apparatus is supplied by Messrs Johnson, Matthey & 
Company by weight, at marlfet prices for platinum. The 
weight of one boiler is about 50 lb.; head, condenser, and acid- 
cooler tqgether 17I lb. With thi.s 5 tons of acid of 93 to 94 per 
cent, monohydrate, or 6 tons of 92 })er cent, monohydrate (the 
common “168" Tw. are made. A two-boiler apparatus, 
weighing about no lb. with all appurtenances, furnishes 10 
tons fif O.V. at 93 fo 94 per cent, or 12 tons at 92 per cent, in 
twenty-four hours. M. Dclplacc (Ste. Croix 7, Namur) under- 
takes 'the erection and starting of the apparatus. 

Some improvementi have been made in his apparatus by 
Delplace’s patent of 1882 (Gcr. P. 23159). He provides a long, 
flat platinum still with an undulated cover, bearing on the top 
of the four undulations as many still-heads. ♦FrSm that which 
is nearest to the acid feed, only water distils off; the others 
yield water with more and more* acid, the fourth rather strong 
acid. Thus with one ])an aeld of 98 per cent H.,S04 can be 
obtained. The bottom is best made in a corrugated shape (as 
in Fig. 40*1, p. 1 131). I am not aware whether this kind of still 
has been carried out in practice. 
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The platinum st«ls built by th« Paris firm F. Desmoutis, 
Lemaire et Cie., as fcrmerly used, before the shallow form had 
been introduced, are shown in the first edition of this work, Vol. 
1. PP..526 and 536. Since i8;6 this form has been replaced by 



Fig. 409. 


•i shallovy still, as shown in Fig. 407 ; and this is frequently made 
with a bottom fitted with concentKc partitions, which force the 
acid to travel through the still in a circuitous way, as indicated 
by the arrows, and ultimately to flow out through pipeV^ This 
is shown in Figs. 408 and 409. 
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(It must not be overlooked that theses partitions are some- 
times found to leak, which has caused sdhie manufacturers to 
abandon this otherwise very rational plan and to return to 
plain-bottomed stills.) 

Figs. 410 and 41 1 show the setting of these stills, which is ex- 
tremely simple, the still-bottom resting on a plain cast-iron ring. 



• Fig. 41 1. 

Figs. 412 and 413 show a longitudinal ^stilly preferred by 
some French manufacturers, equally provided with partitions. 
Formerly most buyers preferred the circular shape ; now some 
of them prefer the oblong shape as better utilising the fuel. 
But common to all are the partitions which cause the acid to 
flow through the still in a prolonged stream, without any 
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mixture of the concentrated with the dilute acid. This system 
has been applied for \nany years with great success. Where 
two stills are to be worked in combination a difference must be 
made between the case where acid of 65^° Be. and that where 
acid of 97 to 98 per cent, is required. In the former case it is 
best to place lioth stills on the same fire. They thus produce 



Fig. 412. 



Fig. 413. 


slightly less than if fired separately ; bqt this is outweighed by 
he saving in fuel, labour, and repairs (about 20 per cent, on the 
uel and 25 per cent, on labour *and repairs). The waste fire- 
jases cannot concentrate the feeding-acid in the lead pans, 
) >c these receive from the chambers (above 59°’ 5 B.= i4o° 
w ) ; but this is an advantage, as the acid gets less charged 
''itti lead, and its strength is absolutely regular. The quantity 
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of distilling acid is lessened ; the fini|hing-still furnishes a 
distillate of from 20'' to 25" Be. (=32'' %o 42'' Tw.), whilst the 
distillate from the first still is almost pure water and is thrown 
away. This combination is shown in Figs. 309 and 310 (p. 709) 
of our second edition ; the two stills, all complete with a 
Liebig’s cooler, weigh 50 or 51 kg. for a production of 10 tons 
in twenty-four hours. 

For concentrating acid up to 97 or 98 per cent. LL^SO^ two 
stills must be combined, each of them heated by a separate fire. 



Fig. 414. • Fig. 415. 


(This system, as well Us other sha()es of th§se French stills, 
is illustrated in our second edition.) 

Figs. 414 and 415 show the combination Sf a circular with 
a longitudinal still, which is said to be especially useful for the 
production of most highly concentrated aciSs. 

Figs. 4 t 6 and 417 (p.»ii39) show the combination of two 
longitudinal stills, one of them (A) with longitudinal partitions 
and wilh a recess in the bottom, the other (B) with transverse 
partitions. C is the platinum cooler. 
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Fig. 416. 



Fig, 417. 


Scheurcr-Kestner {Bull, Soc. ImL Mtilhouse, 1892, p. 321) 
gives data concerning the difference produce^ by working with 
a Desmoutis still, first without and then vvith concerftric 
partitions, the acid being forced by the latter to remain longer 
in the stills in the proportion of 48 : 62. The data refer to 
both styles of work : — 


Make in 24 h^rs^ 

Without 

partitions. 

5136 

Concentration of acid. 

• 92*5 

Average strength of distillate . 

36' 

Weight of ditto * . 

2160 

Weigltt of the corresponding HjjSOj. 

. 816 

l^ercentage of acid distilled . 

15.8 

Weight of coal used . 

1100 

Ditto per cent, concentrated acid 

21-4 

Water evaporated 

1344 


Witli 

l>artitioD8. 

6^2 kil. 

92*5 per cent 
11“ Baume 
2160 kil, 

216 „ 

3-2 

1100 kil. 
i6-5 

1944 kil. 
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These undoubted advantages of the^ concentric partitions 
are, however, counterbalanced by a greaUr loss of platinum and 
more frequent repairs, so that many manufacturers have 
abandoned this system after having tried it. 

The way of firing platinum stills is of the greatest importance, 
not merely so far as economy of fuel is concerned, but even to 
a greater extent where it is necessary to manufacture acid of a 
regular and high degree of concentration. Ordinary hand-fired 
grates will do quite well where the acid need not exceed 95 per 
cent. H^,S04 ; and the waste heat of the flame may be utilised 
for bringing up the chamber-acid in lead pans to the strength 
required for feeding the still, say 140° Tw., although in most 
cases this can be equally effected without any cost by the waste 
heat of the pyrites-burners. But where acid of 96 per cent, is 
regularly required, it is much better to adopt a plan ensuring 
perfect regularity of heat ; and this becomes indispensable when 
acid of 97 or 98 per cent, is to be regularly run in a continuous 
process. This is very easy to understand, for witht the very 
shallow depth of acid now universally employed a slackening 
of the fire will instantly tell upon the concentration. * Supposing 
the feeding-acid to be of uniform strength (a necessary 
condition for continuous work;, it stands to reason that the 
strength of the acid run out in a continuous process must vary 
with the heat employed, and that consequently that heat should 
also be as uniform as possible. No ordinary fire-grate will 
fulfil this condition ; this may be done by really efficient 
mechanical stokers ; but 1 am not aware of any case where such 
hav^ been tried^for platinum stills. 

Another means for attaining the same end is the employ- 
ment of good gas-producers, and of these one of the most 
efficient for the prestnt case seems to be that of G. Liegel, 
of Stralsfind (Prussia), A large number of Ijegel producers 
have been already fitted to platinum stills and have been 
working for mtiny years past; and 1 am* assured, on most 
reliable authority, that there is nothing equal to them for 
obtaining the most highly concentrated acief in a regular way. 
Figs. 418 to 423 show the Liegel producer as applied to 
sulphuric-acid stills ; but, of course, special modifications must 
be made* in particular cases, as stated by the inventor of the 
system. 
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At some factories, where the principal quantity of strong 
sulphuric acid is mac'e by the contact process (Chap. XL), 
platinum stills are employed for producing particularly clear 
acid, and as cannot be turned out by the contact processes in 
spite of all precautions. 

Special ]\IetIiods of Condensation of the Vapours from 
Concentrating J 'esse/s. 

Dieffenbach (fier. P. 189863; Fr. P. 371685) separates the 
vapours formed in the concentration of sulphuric acid by 
dephlcgmation into steam (which escapes) and condensing acid. 
It is claimed that thus acid of 98 per cent. H^SO^ can be 
obtained without any loss of acid in the vapours. 

Littmann (Ger. P. 187253) places on the top of the still a 
condenser, in the shape of a wide-bellied bottle, cooled by 
water ; the top of the vapour-pipe leading into it is closed, and 
the vapours issue through many holes in the sides, so that they 
form inany^jets, striking horizontally against the cooled sides 
of the condenser. Most of the acid is thus condensed to a 
liquid which drops back into the pan ; the remaining vapours 
are carried through a pipe placed in the cooling-water. It is 
claimed that this contrivance does many times the work of 
horizontal platinum pipes, and that it prevents all trouble by 
bumping in the course of the distillation. 

A. Will (Ger. Patterns No. 416830) has constructed an 
apparatus for the automatic indication of any acid getting 
into the cooling-water of acid-condensing apparatus. It con- 
sists of two zinc plates, ending above the lid in clamps whic]i, 
m case of any acid acting on the zinc, gave an alarum in 
the well-known manner. • 

Concentration in Pdatinum Dishes ivitji Lead H^ods {Fmire 
* and hessleVs Systeni). 

The first stills Iconstructcd on 4 he principle of •combining a 
platinum bottom-dish, ^ the only part oT the still coming into 
contact with the hot Concentrated ‘acid, with lead covers cooled 

water, were used by Messrs Harrispn, Blair & Company, of 
l^olton, and Mr A. Smith, of Dublin, some time before i860, but 
'^ere given up again. In 1863 L. Kessler proposed his first 
still, which was erected at Griesheim {Dingl. polyt. J.^vo\,q\xxv\. 
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pp. 34 and 164, ccxxi. p. 85). This apparatus was not a success, 
and was replaced ten years later by ^he firm of Faure and 
Kessler, at Clermont-Ferrand, by a new construction which 
has been gradually changed as more experience was gained. 
The older forms of the apparatus, which are not used now, 
are fully described in our first edition pp. 542 to 551, with 
many illustration.s. We shall here only describe the present 
form of the apparatus, with the aid of detailed drawings to scale, 
kindly furnished by the proprietors of the patents, Messrs F. 
Desmoutis, Lemaire et Cie, of Paris, platinum works. 

Fig. 424 gives a general sketch of the apparatus on a scale 
of a is the platinum basin, with the lead bell which will 
be illustrated and described in detail further on. The dilute 
acid condensing on the sides and top of the bell runs away 
through pipe c. The uncondensed vapours pass away through 
pipe c/, which bends downwards and dips into the condenser e. 
The acid formed here, after passing through the hydrometer 
cylinder / runs away through together with that from The 
cooling-water for the bell enters at //, that for the top cover at i. 
The concentrated acid runs away at k into the cooler /, to be 
described below, and from this through m into carboys, etc. 

The fire of the fireplace 71 passes either underneath another 
or even a third platinum basin, each of them placed so much 
higher than the preceding that the acid can run from one to 
another, or else directly under a set of lead evaporating-pans, in 
which chamber-acid of 106'' Tw. is brought up to 142", the 
proper strength for feeding the platinum basins. 

I F^ig. 425 gives details of the condensing-apparatus for the 
weak acid, which can be understood without further explanation. 

‘ Fig. 426 gives a detailed drawing of the dish and bell, on a 
scale of /y. a is the platinum basin, the size of which must be 
proportionate * to the production intended. Jn order to stand 
the work for a considerable time, it should not be too thin ; it is 
necessary to' calculate from 2-9 to 3 kg. of^pla’tinum to each ton 
of 94 per cent, acid made in twenty-foffr hours. For instance, 
a basin capable of turning oift 5 tons of sflrong acid per twenty- 
four hours weighs from ^4-5 to 15 kg., and has a 'diameter of 
0-88 m. (=2 ft. io§ in.) ; for 7 tons of acid it would weigh 20 or 
20*5 Itg., with a diameter of 1*06 m. ( = 3 ft. 5J in.); for ij.tons 
of acid 6*5 kg., with a diameter of o*6o m. ( = i ft. in.). 
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The rim of the basin is shaped like a hydraulic lute, b 
with the outlet-tube c for the dilute acid condensing on the 
sides of the leaden bell, this rim is supported by a cast- 
iron ring,/ Further, there is an outlet-tube, / for the strong 
acid, and a supporting ring, c (of cast-iron), for the lower part of 
the basin. 

The basin is surmounted by a leaden bell, formed of a 
double-walled cylinder, and a double- walled conical hood, 
h h. The cylindrical part is supported on the^ outside by three 
iron stanchions, i f, and an iron hoop, k k (40 x 5 mm.). The 



pieces i i end at the top in hooks, which serve for suspending 
the bell g by mean# of chains. 

The diameter of the , cylindrical ^art is 0-870 m. ( = 2 ft, 
lOj in.) inside and 0-940 ( = 3 ft. i in.) outside. *The innet shell 
has a thicknc^ of 5 mm. (say 1 1 lb. per »3p^rficial foot), the 
outer 3 mm. (say 7 lb.). ‘Iron rod.s, //, \ an inch thick, held by 
means of straps, m ;//, form a skeleton franft for stiffening |he 
inner cylinders ; they are from 3 to 4 in. apart. The pipe n 
serves for introducing cold water in the bottom of the annular 
space between the two leaden cylinders ; pipe 0 conveys the 
partially-heated water into the annular space of the conical 
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hood, q and p is the outlet for the hot water from the latter. 
Pipe r lets off the air escaping from the cooling-water during its 
passage through g g, and pipe s serves for the same purpose in 
the hood q q. The arrow ( shows where the feeding-acid runs 
in ; F'ig. 427 gives the detail of this. 



^ Fig. 428. 


The uncond6ns^ vapours are taken awa^ by pipe u 
suspended from the ro6f by means of tfie spout v (Fig. 428) ; it 
dips into the cooler ft', where the tv'eakest acid is condensed. 

Fig. 428 gives a front elevation. ^ The letters all have the 
same signification as in Fig. 424. (Some other illustrations of 
Miis system are given in our second edition.) 

The cooler employed by Faure and Kessler for the strong 
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acid is made of lead, avoiding the use of platinum, and is shown 
in Fig. 429. A lead vessel, A, stands on an annular lead 
cylinder, B, whose base b is a little widened out for greater 
stability. In the middle of the height the partition c cuts off 
the top from the bottom cylinder, the hollow space of A still 
remaining in communication with the annular space of B. All 
the hollow spaces are filled with acid. On the bottom c the 

shallow lead dish D is 
placed } and in its centre 
the porcelain dish d 
receives the almost boil- 
ing acid from the 
platinum tube k, so that 
the hot acid mixes with 
cooled acid without in- 
juring the lead at the 
point of contact. In A 
there arc fv^e worm^, 
s s, connected with each 
other and constantly fed 
with cold water, which 
runs off heated at /. 
The whole cooler stands 
in a cylindrical ve.ssel, H, 
also constantly supplied 
with cold water through 
V ; the latter, therefore, 
always fills the inner 
space b of the annular 
vessel B, circulating 
« • through the openings 

,vx. Siifce the atid enteriiig through tube t iynuch hotter than 
that into which it flows, it rises to the top, comes into contact 



Fig. 429. 


with the woi%s .r .y, and is partly cooled ;*it flien flows down- 
wards along the sides, *and passes into* the annular space 
where it only forms a thin lay%r and is further cooled. At last 
it rises up in the pipe ^»and from this runs into the carboys. 
As the diameter* of the vessel is about 3 ft. 3 in., the stream of 
acid ntoves very slowly in it, and there is time for cooling. A 
cooler of the above diameter and equal height suffices for lOO 
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carboys of acid per diem. This apparatus is very ingeniously 
constructed, but rather complicated. It requires an excellent 
plumber and incessant cooling with cold water; otherwise it 
would be very soon destroyed. 

For cooling the hot acid the quartz -glass apparatus 
(“ vitreosil ”) of the Deutsche Ton- u. Steinzengwerke in 
Charlottenburg has been very advantageously employed, both 
in the shape of pots and of coils (Pohl, Z. angciv. Chem., 1912, 
p. 1852). 

A weak part of the apparatus consists of the lead hoods. 
The Chemische Fabrik Rhenania (Ger. P. 64572) makes these 
hoods of a long coil of lead tubing, burning the walls together 
so as to form a tight bell, within the walls of which the cooling- 
water circulates. This system answers very well, and has been 
introduced at a number of factories. It is probably the best 
now in existence for this special purpose. 

The principal feature of the work with the Faurc and 
Kessler stills is this — that the acid, coming hot from the leaden 
evaporating-pans, is continuously run into the platinum basin, 
or the first ^f a set of two or three such basins, where it stands 
in a very shallow layer (2 or 3 in. deep), and is exposed to the 
direct action of the fire playing upon the whole of the bottom 
of the dish. This causes such rapid evaporation that the acid, 
issuing at the side opposite to that from which it had entered, 
and from the bottom of the still, flows out in a sufficiently 
concentrated state. The amount of work done is proportionate 
to the size and number of the platinum basins. The mixed 
vapour of acid and water formed in the basinS, as it ri.ses«up, 
strikes against the water-cooled sides and top of the leaden 
hood, and is there condensed to dilute acid, running down 
the sides and forming a hydraulic lute* between* them and 
the platinum (iish; an ^>verflow (at*r) carries* it outside, and 
prevents it from getting back into the platinum basin. The 
water cooling at fhe same time prevents the leaden hood 
from being damageef by the joint action of heat and acid 
vapours. 

The cost of fuel is not perceptibly different with Faure and 
Kessler stills from that of ordinary platinum stills; and the 
large quantity of water required for cooling-purposes in the 
former system is an item of cost to be put against the sa^dng 
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which attends the cost of plant. It was urged by the inventors 
as a great advantage of their plan that the loss of platinum is 
much less than with stills made entirely of platinum ; but this 
is very doubtful, as the wear and tear of the platinum occurs 
almost entirely in the places which are in contact with the fire- 
gases, and which are equally large in both systems ; and any 
slight loss of platinum in the other parts of ordinary platinum 
stills will cost hardly less than the repairs of the very com- 
plicated leaden hood and connections of the Paure and Kessler 
system. According to information from Messrs Desmoutis, 
Lemaire et Cie, the bell and hood last about two years, and 
must then be replaced. 

I have also obtained the following data from the same firm. 
The plumbing work for a F. and K. apparatus turning out 5 tons 
of acid of 168 Tw. per diem amounts to about 1200 francs, viz. : 



francs. 

For the bell itself 

450 

F or the acid-cooler . 

350 

For the vapour-condenser 

250 

For sundries . 

0 1 0 
0 

— CJ 


or about i franc per kg. of the lead employed. 

The consumption of cooling-water averages 3 tons per hour, 
or 75 tons per day. 

The consumption of fuel is from 18 to 20 per cent, of the 
acid manufactured. 

The great saving in prime cost caured a rapid spreading of 
tha Faure and Kessler system, especially in Germany, Austria, 
and America, much less in France and England. But since the 
ordmary platinum stills (owing, no doubt, to the stimulus given 
to the mal^rs by thi new system) were considerably improved, 
and were constructed of touch lightef weight tnd cost for the 
same output than formerly, and since the drawbacks of constant 
repairs, of the great amopnt of water require*d, and the frequently 
minor strength of the acid produced in the Faure and Kessler 
stills became more perceptible, the latter system has again 
. receded into the background, although, of course, the apparatus 
once erected are still kept at work. There are probably few new 
.stills constructed according to this system, and several manufac- 
tw)^crs who had put up this apparatus have replaced it by ordinary 
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stills.^ The enormously increased price of platinum might give 
a new impetus to the Faure and Kessler system, if L. Kessler’s 
own new hot-air apparatus did not seriously compete with his 
former invention {cf. p. 1191). It must not be overlooked that 
the strength really attained by it rarely exceeds 93 per cent. 
H2SO4, or at the very most 96 per cent. ; with higher strengths 
the lead hood is acted upon to a perceptible extent. 

QtJicr forms of Platinum Stills. 

VVe here briefly quote a number of patent constructions none 
of which have found any, or only very little, application beyond 
the places where they originated. 

A still constructed by F. W. Kalbfleisch is figured and 
described in our second edition, pp. 722 to 724. It was patented 
in Germany in 1877 (No. 1005), and improved as described in 
Amer. P. 267221 (/. Soc. Chem. Ind., 1883, p. 42). Other 
American stills are those of M. Willett (B. P. 9362 of 1884) ; C. 
Bartsch (B. P. 6127 of 1885). We mention also H. Glover’s 
platinum dish, placed within the gases of a brimstone-burner as 
shown, p. 404. 

Siebert (B. P. 9514 of 1893) built platinum retorts with 
stepped bottoms, on which the acid runs down in cascades. 
[The rate of concentration and the consumption of coal are 
very favourable in this apparatus ; but it has been abandoned, 
as the bottom could not be prevented from running dry, and 
thus the wear and tear became too great] 

Hannetelle (B. P. 22704 of 1891) describes four cylinders 
mounted stepwise, inclined alternatively to opposite sides„the 
acid running downwards through all of them. The “ Chapuis 
still ” is constructed on the same principle. • 

Lasne uses a flat, oblong still, 6 ft 6*in, long, ift which the 
acid runs from f>ne end ih the other m a layer 6f abouf 2 in. 

Howard (B^ P. 1762 of 1897) describes an automatic 
apparatus for regufating the strength of the aci 3 flowing out of 
the platinum stills. 

England (B. P.*227I5 of 189^) employs the heat of the out- 
flowing acid usefully, by cooling il with the fresh acid to be 
concentrated. 

^ This is confirmed by information received from platinum-smelters in 1902. 
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Loss of Platinum in the Concentration of Sulphuric Acid, 

This is a very important matter, on which the first accurate 
observations were made by Scheurer-Kestner in 1862 and 
continued for many years. Detailed statements regarding this 
subject are given in our recond edition, pp. 725 to 727. Here 
we give only a brief abstract. 

In the presence of small quantities of nitrogen acids, the loss 
is from 2 to 3 g. platinum per ton acid of 9^ to 94 per cent. 
ITSO^, in the absence of these (removed by ammonium 
sulphate) only a little over or under i g. “ Extra-concentrated 
acid” (97 to 98 per cent. HgSOJ entails a loss of 6 to 8 g. 
platinum per ton. The head, siphon, etc., also suffer a loss of 
weight. 

Hasenclever states the loss of platinum when using acid free 
from nitrogen compounds = 0-25 to 0-97 g. per ton of acid. At 
Uetikon a Faure and Kessler apparatus lost 075 g. per ton of 
ordinary acid; when making the strongest acid ^ the loss 
amounted to 10 g. per ton of acid. 

Davis (/, Soc, Chem. hid,, 1894, p. 210) states that the loss of 
platinum sometimes goes down , to 0-34 g. per ton. Formerly it 
was less than it is now [?]. When making 97 per cent, acid the 
loss occasionally rises to 20 g. platinum per ton {inde infra). 

The following information was obtained in 1902. A collec- 
tion of statements emanating from a number of firms, made by 
W. C. Heraeus, shows the loss of platinum per ton of strong acid 
manufactured as follows : — 

(1) Concentfation to 92 per cent. H^SO^, from o-i8 to 078 g. 

(2) Concentration to 93 to 96 per cent. H2SO4, from 0-30 to 

g- 

(3) Confcentration^to 97 to 98 per cent., 1*9 to 3*0 g. 

Contrary to the ordin^ty statemerft in chemical text-books, 

Conroy ( /. Soc.JiPieni, hid,, 1903, p. 455) has fouqd that sulphuric 
acid, even when pure, ^xerts a marked solvent action upon 
platinum. In fact the quantity ^taken up by ^cid of 95 per cent. 
HgSO^ at 250° C. far exceeds that observed in practice. This is 
explained by the, fact that reducing substances, like AsgOg, 
S, SOg, and even NgOjj, retard the solvent action. Nitric acid 
does nol promote it directly, but in practice it is injurious 
because it oxidises the reducing-substances present, Ammonium, 



LOSS OF PLATINUM 


1151 


ferrous and ferric sulphate, sodium chloride and nitrate, have no 
action. The greater destruction observed when bringing the 
acid to higher concentration is not due to that concentration 
itself, but to the higher temperature necessary for it. Delepine 
{Comptes rend,, 1905, cxli. pp. 886 and 1013) also found a very 
slight action of pure concentrated sulphuric acid on pure 
platinum foil at temperatures of, say, 250'' to 270°, but decidedly 
more at the boiling point (338"). If the boiling temperature is 
raised by adding potassium sulphate, say to 350° to 355°, the 
loss of platinum amounts to 0 04 to 0-05, at 365° to 370°, o- 12 to 
0-13 per superficial decimetre per hour. Absolutely pure acid 
acts quite as much as such containing 01 per cent. HNO3 and 
upwards. The presence of N H^Cl sensibly lessens the attack. 
Quennessen {ibid,, cxlii. p. 1341) examined the behaviour of 
platinum (pure and technical) against sulphuric acid at 400^ 
He concludes from his results that in the case of concen- 
trated commercial acid the atmospheric oxygen acts as an 
oxidiser, %ut in that of acid containing SO3, this furnishes 
the oxygen. Le Roy M‘Cay {Cheni. Zeit., 1912, p. 1072), on the 
contrary, fftund that platinum is acted upon by boiling sulphuric 
acid even in the absence of oxygen, e.g., in a current of carbon 
dioxide. This action is prevented by SOg, or Sb^O^ 

In Knocke’s description of the Oker works {Dingl. polyi, /., 
cliv. p. 181) it is mentioned that formerly the platinum stills 
used to be fired with coals, but that wood had been introduced 
instead, because the still was found damaged in consequence of 
the sulphur contained in the coals. Even by the formation of 
carbon-platinum the platinum may become brittle ; the ^uel, 
therefore, ought never to come into immediate contact with it. 

Undoubtedly the durability of platinum stills is greatly 
influenced by the way they are set and worked. If the stills are 
placed too neaAhe fire-grate, or if the flame is sooty, compounds 
of platinum with jarbon, silicon, and hydrogqp are formed, 
which make it crystalline and brittle and impart a rough surface 
to ?t. In this respect gaseous.fuel is superior to every other 
kind of fi/ing (cf, p. 1 140). 

Fig. 430 gives an idea of the ^ay in which platinum stills 
can be sent so as to avoid all risk of damage by silicates from 
the coal-ashes being projected against the pan-bottom, or other 
damage by the fire (received from Mr W. C. Heraeus, Hana^). 
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p. 30) gives the following table of prices (in marks) of platinum 
stills per kilogram (the mark = nearly is.): — 


Year. 

MarkR . 

Year. 

Marks. 

Year. 

1 

Marks. 

1869 

600 

1877 

798 

1 

1885 

1040 

1870 

600 

. 1878 

825 

1 1886 

1040 

1871 

600 

1879 

900 

' 1887 

1040 

1872 

600 

1880 

880 

; 1888 

1080 

1873 

837 

1881 

880 

1889 

1107 

1874 • 

837 

1882 

890 

1 1890 

1970 

1875 

800 

1 1883 

947 

i 1891 

1650 

1876 

800 

1884 

1013 

1892 

1250 


Since then the prices of platinum (to which about 25 marks 
per kilogram must be added for workmanship in the case of 
platinum stills) have been : — 


Year. 

Marks. 

Year. 

Marks. 

Year. 

Marks. 

• 1893 

1300 

1900 

2450 . 

1907 

3650 

1894 

1300 

1901 

2600 

1908 

2400 

1895 

1500 

1902 

2600 

1909 

3700 

•1896 

1600 

1903 

2500 , 

1910 

6000 

1897 

1650 

1904 

2650 

1911 

6100 

1898 

1800 

1905 

2800 ' 

1912 

6667 

1899 

22 CO 

1906 

5000 i 




The greatest production of platinum in the Ural district 
occurred in 1901, and amounted to 203,000 oz. It declined to 
56,000 in 1908, and in 1910 rose again to 175,000 oz. The 
enormous rise of ^prices is mostly explained by the continuously 
deteriorating quality of the ores. The principal beds are»now 
exhausted. 

Gold-lined Platinum Stills. 

W. C. Heraeus, of Jlanau, fourjfl that gold resists boiling 
sulphuric acid much better than platinum. He quotes the 
following figures, pitting the loss of weight of chemically pure 
platinum = 100: — • 

Technical!^ “pure” platintim . . .90 

•Alloy of 90 platinum + 10 iridit^ . -58 

Pure gold . . . . • • . 13 

Which means that pure gold suffers only one-seventh as much 
as technically pure platinum. ^ 
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Since pure gold was formerly too dear for manufacturing 
stills (nowadays it is worth only half as much as platinum for 
the same weight !), Heraeus prepares platinum coated with a 
firmly adhering layer of gold in the following manner (invented 
by his chemist, Dr Kucch) : — An ingot of platinum is brought 
to a white heat exceeding the melting-point of gold, then a 
quantity of melted pure gold corresponding to the desired 
thickness of the coat is poured over it, and the double ingot 
thus formed is rolled into a sheet. Such sheets are made of the 
following thicknesses : — 

0-4 millim. platinum 0*05 millim. gold. 

0-4 „ 0-1 „ 

0*3 » 0-2 

Both under the hammer and in the fire these double sheets 
behave exactly like one metal ; they are easily soldered with 
sheet platinum by means of gold, the operation being conducted 
in such a manner that the layer of gold is melted only at the 
soldering joint. It is not possible to substitute a cheaper metal 
for platinum (as, for instance, proposed by Neuerburg, Ger. P. 
58511), since in this case the slightest injury to the layer of 
gold would make the apparatus entirely useless, repairs being 
out of the question. These gold-plated platinum bottoms are 
especially useful in the manufacture of the strongest (97 to 98 
per cent.) oil of vitriol, in which the platinum is energetically 
acted upon. 

According to statements collected bv Mr Heraeus from 
various firms, the loss of weight in his platinum-gold stills per 
ton of strong acid made {cf, similar statements concerning 
ordinary platinum stills, p. 1150) has been: {a) in the manu- 
facture of per cent* acid, from o-oii to 0-072 g. ; (^) in the 
manufacture of 3cid of 93«to 96 per cent., from 0-03 to 0-138 
g. ; (c) in the manufacture of acid of 96 to 97 per cent, from 
0-17 to 0-205 g*; (d) in the manufacture of a^id*bf 97 to 98 per 
cent., from 0-040 to 0-26 g. 

Since 1891, when these apjjaratus were^ first brought out 
(Ger. P. 63591), up^to the b^^ginning of 1902, 73 platihum-gold 
stills have been sole! to 16 works in Germany, 18 to 7 works in 
Austria, *2 1 to 8 works in America, 7 in Ru.ssia, 3 in Switzer- 
land^ 2 in Belgium, 2 in Sweden, i in Italy, 9 in South Africa. 
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At one of the German factories the first of these stills was 
put up in January 1891, and is in use now; a large number 
of stills of the same kind has since been added. 

Heraeus (in Z. angew. Chem., 1903, p. 1201) defends his 
system against some observations made upon it by Hartmann 
and Benker {ibid., p. 1 1 54). 

The Heraeus platinum-gold combination may be regarded as 
the best kind for apparatus where strong and pure acid is con- 
cerned, both for. entire stills and for pans covered with leaden 
hoods. The gold coating in the former case must be extended 
to the whole interior of the boiler, not merely to the bottom, as 
otherwise galvanic action sets in at the place where the acid 
touches both platinum and gold. The Heraeus composition is 
not adapted for impure acid, which forms crusts, as these 
necessarily cause damage to the gold, and as soon as any 
platinum is exposed the galvanic action sets in. Otherwise it 
is excellent. 

It shcwld be noticed that ordinary goldplating, whether by 
electroplating or by ,the igneous method, does not fulfil the 
object of ^ protecting the platinum, as practical tests have 
repeatedly proved. No doubt such gilding is always more or 
less porous, so that galvanic action with the sulphuric acid 
sooner or later sets in and injures the metal. This is not the 
case with the compact sheet of gold, rendered completely dense 
by rolling the Heraeus bars to the required thinness. 

In August 1911 I received the following information on 
that subject from the W. C. Heraeus Co. The platinum-gold 
apparatus have been introduced for the manyfacture of high- 
grade acid almost everywhere in Germany, and to a considerable 
extent in North America. They have answered in «very 
respect. About five years ago, when thc«price of platinum had 
approached per J<ilogram, several factories sold their 

platinum apparatus and replaced the upper part by an alloy of 
90 gold + 10 platii-ftim ; the lower part, which is* surrounded by 
the fire-gases, being made as before *of a composition of equal 
parts of platinum ^nd gold, soldered together by the patented 
Heraeus* process. Formerly the uj^per part had been made of 
a composition of about 4 platinum +i gold, but it is now pre- 
ferred making it of gold, alloyed with 10 per cent, platinum, 
in order to make it harder and to permit soldering it^with 
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pure gold. This kind of apparatus has also answered perfectly, 
and is still at work at Griesheim and at Aussig. To be sure, 
the number of acid-concentrating apparatus made of platinum 
or gold diminishes from year to year, and in a few years such 
apparatus will be found at work only in such cases where 
exceptionally pure and clear acid is called for. 

The price of gold may be assumed to be always the same, 
viz., 3 (X )0 marks per kilogram ; therefore until the year 1905 it 
was dearer than platinum for the same weight, but since 1906 
the state of matters in that respect is quite different, as appears 
from the table of prices given on p. 1153. 

Crusts forming in Platmum Stills. 

The iron salts contained in the chamber-acid in concentrat- 
ing are precipitated as anhydrous ferric sulphate^ which, being 
insoluble in strong sulphuric acid, partly attaches itself in white 
crusts to the vessel, partly remains suspended in the acid in 
shining flakes : the precipitate also contains a little lead. When 
it occurs in large quantities it may occasion stoppages of work 
and also make the acid more or less unsaleable. This especially 
happens when Glover-tower acid i^j; employed for concentration. 
In order to remedy this, Gerstenhofer suspended a large 
porcelain dish in the still by means of platinum wires, com- 
pletely immersed in the acid, in which, owing to the boiling 
movement, all crusts, etc., collect. The dish is taken out from 
time to time, which can be done very quickly (Bode, Beitrage, 
1872, pp. 50, 51). This arrangement seems to have been 
introduced in vary few places, if at all. So much is certain, 
that hardly anywhere can Glover-tower acid be used for 
manufacturing “ rectified oil of vitriol,” and that the acid for 
this purpose is always ‘obtained by a preliminary concentration 
of chambhr-acid,* which hae not passeil through the tower, in 
leaden pans, cither by special fires or by steam-coils, or, more 
often and rationally, by the waste heat of th^ burner-gas, or by 
that of the stills themselves, as already frequently mentioned. 
In any one of these ways the adid is brought up to about 140° 
Tw. without having been inrf:ontact with the flue-dust from the 
pyrites-burners, wh*ich contaminates it with a ^comparatively 
large quantity of iron. 

Even at factories where brimstone is burned the Glover- 
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tower acid has not been found suitable for platinum stills, 
because it evidently dissolves too much iron (and alumina) 
from the “packing” of the tower. 

But even with feeding-acid concentrated by bottom-heat 
only, the precipitation of salts in the platinum stills can be very 
rarely avoided, if the concentration proceeds beyond, say, 92 
per cent. HgSO^. Wherever stronger acid is made, it becomes 
necessary to clean out the platinum stills from time to time, in 
order to avoid, the formation of hard crusts, which would 
speedily ruin the still. This cleaning is effected by running 
the still as ^nearly dry as its form permits, and dissolving the 
salts by means of hot water or hot weak acid. 

This operation has to be performed at various intervals, 
according to the circumstances of the case. Whilst at some 
works it has to be done every few days, the stills may else- 
where run on for several weeks or even months. 

The following is the composition of crusts formed in platinum 
stills, as ojDservcd at a French works, according to private infor- 
mation : — 


• 


Hard, stony crust. 

Softer crust, impreg. 
natod with acid. 

Fe.,0, . 


33 - 6 o 

23*00 

SO, . . . 


63-20 

63.60 

SiO 


... 

0*20 

CaO“ . 


trace | 

1*10 

MgO f Na.,0 . 


IT ' 

0*85 

As.,0,. 


I 

! trace 

PbSOj 

Se . . . 


tl 

n 

AI..O, . 



1 

1 


At Stolberg alumina is always found, ^ometime^ exceeding 
the proportion of iron (1^02). ^ . • 

explosion on cleaning out a platinum still has been 
reported by K«hl«iann, jun. It occurred by running water 
upon some acid left in the still (the two strata evidently 
remaining separate^ and starting the fire. At a certain point 
the two strata must have become suddenly mixed ; and the 
explosion occurred through a violen? evolutiom of vapour {Bull, 
Soc. Ckem.y vol. xxxiii. p. 50). 
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Concentration in Iron Vessels, 

The great cost of platinum, and the liability of glass to 
breakage, together with the usually great expense for fuel in 
the latter case, have led to employing iron vessels for the 
concentration of sulphuric acid, as it is well known that iron 
resists strong acid, although it is so very rapidly dissolved by 
weaker acid. The behaviour of cast (and wrought) iron 
against sulphuric acid has been described suprti^ pp. 320 et seq. 

For some time past cast-iron vessels have been in constant 
use for concentrating sulphur acid up to the high strength 
required, especially for the manufacture of nitrogl)'cerine and 
pyroxyline, say 98 per cent. H^SO.^. This strength cannot be 
attained at all on a manufacturing scale in glass retorts, and in 
platinum vessels it causes an excessive wear and tear. Moreover 
the deposits formed in the latter, especially when re-working 
the spent acid of previous operations, are almost unbearable. 
There is, therefore, a special inducement for emploj^ing cast- 
iron Vessels for this purpose, and this is frequently done. The 
principal condition is this, that cast-iron is not employed below 
a certain strength of acid. It would appear that tffls strength 
is best 93 or 94 per cent. Up to this point, then, the 

acid is brought in glass or in platinum ; but beyond this cast- 
iron vessels may be employed, if certain precautions are 
observed. In some places they put in a little sulphate of soda 
which is believed to preserve the iron. In other places they 
employ long pans (about 10 ft. and 2 ft. deep), covered with a 
leaden dome, jn which the acid (not below 96 per cent.) is 
heated to 240"^. At one end a stream of (heated?) air is blown 
in; at the other end the acid vapours escape by a lead tube 
into a lead, condense. The constant change of air allows of 
bringing'the strength up Jo 98-5 percent. At the end of the 
operation, when drawing off the concentrated acid, enough is 
left in to yields acid of not less than 96 pe» cent, when feeding 
with ordinary acid of 9^ or 94 per cent. The iron is certainly 
acted upon, and deposits of* anhydrous derric sulphate are 
formed; there are also Jplack particles (probably • graphite) 
floating in the liejuid. These particles, however, are removed 
without* any special effort by the lead sulphate forming on the 
leaden cover and falling into the acid, as the sulphate carries 
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down the black particles. {Cf. p. ii8o on the sketch of such a 
pan as used for the recovery of acid from “ acid-tar.") 

In other places they employ pans with rounded corners, of 
6 ft. 6 in. by 3 ft. 3 in. by i ft. depth, with a rebate round the 
top, into which fits a shallow inverted pan provided with three 
necks (one for feeding, two for the acid vapours). The joints 
are made good with a mixture of asbestos and silicate-of-soda 



Fig. 432. 

solution, Near^the bottc^n there is ^n outlet-pipe for the acid. 
The pans are surrounded all over by fire-flues, which keep even 
the covers hot.* Two such pans, placed terface-wise, and 
weighing about 7 tons, inclusive of tonnections, are said to 
produce (from acid ^f 142“ Tw.)*4 tons of 98 per cent, acid per 
day, with an expenditure of 25 or 27^per cent, of coals. 

^dgs. 431 and 432 show the cast-iron retorts usually employed 
in Germany. Each retort weighs about 2600 kil. ; they last 
about four months. Francke {Fischer's Jahresher.^ 1898, p. 329) 

4 E 
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states that they concentrate up to 140 tons (?) acid from 93 to 
97 or 98 per cent. each ton dissolving about 100 g. iron, 

with a consumption of 28 or 30 per cent. fuel. 

Tate mentions pots, 9 ft. wide and 6 ft. deep, 2 in. thick, with 
cast-iron lids, weighing ii or 12 tons, in which acid of sp.gr. 
174 is concentrated within twenty-eight or thirty hours to 
96 per cent.; one such pot produces 12 tons of acid. It is 
allowed to settle and cool for twelve hours, so that one of these 
pots can be finished every two days. Coal used, 2 cwt. per ton ; 
wages, IS. per ton ; wear and tear, 3s. or 4s. per ton, of finished 
acid. From time to time the mud consisting of iron salts must 
be cleaned out, and this represents 4 or 5 per cent, of acid lost. 
Such a pot co.sts £60y the lid (which lasts for 3 or 4 pots) ;fio, 
the setting £'30. Every pot produces from 500 to 600 tons of 
acid, and is then worth ;^io or ;^I5 as old metal. The plant 
requires very little space and no expensive building. The 
dirtiest acid can be worked up which can hardly be worked by 
any other system, and the highest strength can be attained 
[but the acid will be very impure]. 

In my report on a visit to America (Z. angeiv. Chem., 1894, 
p. 135) I have described the fallowing plants:— -In one place 
they concentrate the acid to Be. = 93-5 per cent, in platinum, 
above that, up to 98 per cent, in round cast-iron pans, 3 ft. wide 
and 2 in. thick, with double flange for a hydraulic joint, in which 
a water-cooled leaden hood dips. The hydraulic flanges are 
lined inside with lead, as they are filled with weak acid. Such 
a pan lasts two months. 

.At another place they employ a set of three pans : one is 
made of cast-iron, 4 ft x 3 ft. area, and two of platinum, all three 
withlead hoods on the Faure-Kessler principle {cf. pp. 1 142 etseq). 
In the plaflnum panf the acid rises to 65 T Be., in the iron pan 
to 66° B6. Thfis acid is^ only used* for purifying petroleum. 
All three pans are heated by heavy petroleum ^sp. gr. 0 833, the 
residue from fhe manufacture of paraffin), Injected by a steam- 
jet The regularity and facility of this kind of heating 
compensate the excess of cost of coal. The* flame, after heating 
the three pans, passes above the weaker acid contained in two 
lead pans, each 30 ft. long and provided with an inner dry wall 
and a Abater-jacket as protection against being burnt through. 
Th^ first lead pan receives chamber-acid of 53° Be. ; the second 
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lead pan brings it up to 61® Be., the second platinum pan to 
65°-S, the iron pan to 66° Be. Every set furnishes daily 500 
carboys, or about 20 tons, with a consumption of 900 American 
gallons, or a little over 3 tons, of heavy petroleum, costing 
2 cents per gallon, or 7-5 tons per 100 tons acid. The iron 
pans last three months. 

At another place they have two platinum pans with lead 
hoods, the upper (weak) pan receiving the direct fire, combined 
with two specially fired iron retorts, constructed as described, 
p. 1159, viz., a bottom part, 8 ft. X 2 ft. section and 8 in. deep, 
connected by a flange and rust-joint with a similar shaped, but 
only 4 in. deep lid. The fire plays all round, first underneath 
the pan and then above it, in a 12 in. wide flue. The 6-in. 
vapour-pipe passes through this. The acid attains to 98 per 
cent., and is drawn off by means of an iron tap. 

In a fourth factory, at Pinole, Cal., there is the following 
apparatus, for the drawings and description of which I am 
indebted to the superintendent, Mr W. R. Quinan (later on at 
the De Beers Explosive Works, Cape Town). F'ig. 433 (p. 1 162) 
shows the ii^n pan without cover, seen from above ; Fig. 434 is 
a sectional plan through A B, showing the steam-pipe and the 
outlet-pipe with mud-box ; P'ig. 435 part of the longitudinal 
section through C D, showing the acid-inlet and the thickened 
bottom below it ; Fig. 436 a cross-section at right angles through 
the inlet. The pan is divided into three compartments by 
longitudinal partitions, which leave openings at alternate ends 
of the pan, and thus compel the acid to travel in a zigzag 
manner. Corresponding to these channels, the* pan-botton^ is 
bulged outwards, in order to enlarge the heating-surface. The 
flat cover rests on a rebate formed on the upper edge of the 
pan, and is luted in this with a mixture of*barytes a!id silicate 
of soda; it is keld in iti place by nix castings, a rt:,* wedged 
against corresponding lugs, d d,.on the pan; these lugs also 
serve as bearers for the pan. The cast-iron vapour-pipe r, 
2^-in. bore, is connected by flanges and screw-clamps with a 
neck formed in the* cover ; the joint is made by an asbestos 
washer and the silicate-of-soda mkture. During work the 
pan-lid is tightly covered with asbestos waste, to protect it 
*igainst cooling and the consequent action of the acid. The 
acid-inlet is not arranged in the cover, but in a cup, cast.on 
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to the pan; below this the pan-bottom is thickened, as this 
part is always strongly acted upon. The pans are 5 ft. 6 in. 
long, I ft. 6 in. broad, and 10 in. deep; the channels are 5 in. 
wide each, thickness of metal [j in. 

The acid-outlet is at the cast-iron neck,/ opposite which is 
a cleaning-hole in the pan-lid, with the cover, / luted by 
silicate-of-soda cement. Neck/ is joined to the cast-iron pipe 

leading to the mud-box, h\ from this a cast-iron pipe, f, 
again rises upwards, and is connected by a side-branch with the 
short platinum tube k, which conveys the acid into a Johnson 
and Matthey’s platinum cooler. By this arrangement the acid 
is obtained perfectly clear and free from mud. 

This iron pan is connected with two Delplace platinum stills, 
18 in. wide and 5 ft. long. The acid enters 62'' Be. strong 
from the lead pans into the first platinum still. The fire, on 
leaving the platinum stills, travels underneath seven lead pans ; 
there are also lead pans on the eight sulphur-burners. This set 
of one cast-iron pan and two platinum stills, together with an 
auxiliary iron pan and platinum stills, supplies a set of 
chambers o£ 200,000 cub. ft. 

The firing of both iron and platinum stills is performed by 
crude petroleum, sprayed by superheated steam. The intro- 
duction of this system, in lieu of a coal-fire, has not merely 
saved labour, but also increased the turn-out from 9 tons to 
13 J tons of 96 per cent. 

The duration of an iron pan is from four to eight months. 
They are rarely used up, but they crack in the places where 
thick crusts are formed, sometimes without apparent cause, 
probably in consequence of faults in casting. [Recently chilled 
cast-iron seems to have given great satisfaction.] Small holes 
sometimes forming at the inlet can be stoj^j)ed up by*silicate-of- 
soda cement The vapAir-pipe, r, leads to a* condenser con- 
structed of platinum and lead. Formerly it had to be protected 
against cooling and*quick corrosion by a thick asbestos coating ; 
but later on a cast-iron mixture was invented which lasts 
almost indefinitely* even without such protection [probably 
chilled cas*t-iron]. 

During the work a deposit is formed at the bottom, 
principally consisting of ferric sulphate, which is rSmoved 
once a fortnight. The pan is emptied, the cover remoyed 
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the outlet /is closed, the pan is filled with water and heated 
to boiling. The crusts, which are sometimes j in. thick, are 
then chiselled off. Such crusts of course greatly diminish the 
heating efficiency. In the first channel, where the fresh acid 
enters, there is not much deposit — on the contrary, the iron 
is slightly acted upon ; and the ferrous sulphate, together with 
that issuing from the chambers in large quantities (c/. below), 
is deposited in the second and third channels. A little mud is 
always carried along by the acid, but is deposited in box //. 

The acid made by this apparatus, remarkable to say, 
contains less iron than that formerly concentrated to 96 per 
cent, in platinum stills at the same works. No doubt this 
is caused by the fact that they now bring up the acid to 
97 or 98 per cent., which causes the ferric sulphate to crystallise 
out. But it is possible to turn out 95 per cent, or even 94 per 
cent, acid in this apparatus. 

As to the consumption of fuel, more is used with iron pans 
than with platinum stills. Formerly the consumption of coal 
for making 96 per cent, acid in platinum stills, inclusive of 
chamber-steam, was 22 per cent, of the acid ; now^ for making 
97 per cent, acid in iron pans it is the equivalent of 28 to 30 per 
cent, of coal (used in the shape of petroleum). 

At the same works they treat a large quantity of uufs/c acid 
from the manufacture of nitro-glycerine. This after denitration 
yields acid of 53° Be., which was formerly concentrated in 
special top-fired lead pans, and subsequently in the above- 
described combined iron and platinum stills. But as the 
mixed acids* are sent backwards and forwards in sheet-iron 
glycerine drums and take up much iron from these, the 
denitrated acid is now run into the chambers, where much 
of the mud is deposited, and the chamber-acid is then treated 
as abovfc. Such acid coiild not poisibly be ^concentrated in 
platinum stills alone, on account of the crusts. 

Scheurer-Kestner [Bull. Soc, Ind. Mufhoiise, 1892, p. 348) 
employs the following bonnection between the iron pan and 
a platinum lute for receiving a Faure*and Kessler hood 
(Fig. 437). F is the cast-iron pan, resting on the‘ brickwork 
by means of the* flange L. a, h, c, d, is the platinum rim, to 
whiqh is soldered a flange, g; h, held between the flange K, 
cast on the pan F, and a loose iron flrmge, i, i, the joint being 
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made with asbestos or gypsum pipeday and secured by screw- 
bolts. The apron g, forming part of the platinum rim, 
protects the cast-iron from the drops of weak acid falling 
from the top. A cast-iron pan supplying 5 tons of acid in 
twenty-four hours weighs 5 cwt. : it yields on the average 



127 g. iron to 100 kg. acid concentrated from 92*5 to 96 per 
cent. The platinum pan, in which the previous concentration 
to 92-5 per cent, is effected, suffers very little indeed. The 
concentration in iron is not suitable below 95 per cent, or 
much above this point. 



Fig. 438. 


For this reason Scheurer-Kestner prefers the following 
combination of a cast-iron pan with platinum dome (Ger. P. 61331 ; 
Bull, Soc. Ind. Mulhouse, 1892, p. 320). Fig. 438, again, shows 
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the arrangement of protecting the iron from drops of weak 
acid by the platinum apron and of forming the joint by 
means of the platinum flange b, held between the iron flanges 
c and d. But here the platinum continues into a real hood, r, 
closed at top in the ordinary manner. The iron pan C, 
which weighs 250 kg., must be entirely surrounded by the 
fire, as shown in Fig. 439. The platinum dome weighs from 
8 to 8*5 kg., and the preceding two platinum dishes B and A, 
provided with Faure and Kessler hoods, we^h 9 kg. each, 
the connection-tubes about 2 kg. The fire plays first under 
the weak platinum pan, then under the stronger platinum 
pan, at last under the iron pan. Such an apparatus furnishes 
tons of 95 per cent, acid in twenty- four hours, with less than 
0*15 g. platinum lost for each ton of acid ; and the concentration 
can be easily driven to 97-5 per cent. 

Herreshoff, H. Nichols, and G. Nichols (B. P. 1998 of 1887 ; 
Amer. P. 357528) cause sulphuric acid, previously concentrated 
up to 86 per cent. H2SO4, to flow in a heated zigzag canal, 
whereby it is exposed to such a degree of heat that it is 
concentrated up to 95 or 96 per cent From hej-e it flows 
into another similarly shaped v^ 3 sel, heated to such a degree 
that half or two-thirds of the acid goes away in the shape of 
vapour and is condensed in the shape of acid of 93-5 per cent., 
nearly chemically pure; the acid remaining behind contains 
about 98 per cent. Evidently this is the process referred 

to by Chandler (/ Soc. Chem. Ind., 1908, p. 269), as follows. 
Herreshoff concentrates the acid coming from his tower 
(v. supra, p. 867). first to 65' Be. in platinum, then in an iron 
pan to over 66' Be. While passing through this, most of 
the acid is distilled off and condensed in a platinum Liebig’s 
condenser to 66" Be. this acid is free from arsenic and very 
pure. The acid which passes through the c stills without 
distillation represents a small proportion of the total and 
has a strengtlf of 98 per cent. At one sitigle establishment 
100 tons of distilled abid were made daily from pyrites, 
comparing favourably with th 5 concentrate!:! acid made from 
brimstone. (Chandler say^ in that place that in my treatise 
I slate that the claims made by Mr Herreshoff for his still 
were impossible. There is some mistake about that ; I 
nowhere made such a remark. I am informed from an 
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absolutely trustworthy source that the above-described 
process is still in successful operation.) 

The Clayton Aniline Co. (B. P. 11544 of 1898) employs cast- 
iron pans in such a manner that the acid, of any desired 
strength, is run on to the centre of the surface of heated 
acid containing not below 90 or 93 per cent. H2SO4, at the 
same time withdrawing so much strong acid from the bottom 
of the vessel that the level remains nearly constant. This 
system is shown in Fig. 440. Pan a has an ^Dverflow pipe, 
starting near the bottom of the pan at r and delivering the 
acid at ^ at a suitable level. On flange e the cover f is fixed 



Fig. 440. 

• * 

by screw-clamps, g g, with a suitable cement. Through neck 
h the fresh acid is introduced. In neck k a pipe, /, is fixed, 
through v^iich the •vapours escape, which are condensed by 
means of chamber m and%cooling-pipls n n. Through another 
neck a thermometer is introduced into the pan. For a start 
pan a is charged with acid of 90 to 93 per c!fent.* which is heated 
to boiling, whereupon fresh diluted acid is run into the pan in 
suitable proportions, striking •the acid in about the central 
part. The supply is regukted in such a manner tha*^ the level 
remains practically constant, the strong acid running off at d 
and th€ vapours escaping at I (An altogether similar process 
is (Jescribed in Gridley’s Amer. P. 265495 of 1882.) 




CAST-IRON VESSELS 


1169 


This apparatus has since been combined with another, 
intended to deal with the acid fumes, to be described below. 

C. Krell, of Bruchhausen, near Kusten, in Westphalia, has 
constructed an apparatus, consisting of a cast-iron pipe heated 
in a bath of molten lead, the ends being water-cooled so that 
the solid lead forms a tight joint against the molten portion. 



Figs. 441 to 443 show this system with all details (B. P. 18727 of 
1894). One such ‘pipe, costing £4 to £ 4 , los., fields from 300 
to 5c^ tons strong sulphuric acid, according to the strength of the 
feeding-acid, with* one man jJer shift. The cleaning can be 
mostly performed without any stoppage of work ; once a week, 
or in two or three weeks, a thorough cleaning must be effected, 
which involves a stoppage of half a shift. An apparatus for 
turning out 5 tons commercial O. V. (92 to 93 per cent.) requires 
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a ground space of 120 sq. ft., including cooling-apparatus, and 
costs ;fiSO, or inclusive of all auxiliary apparatus, brickwork, 
etc, £2^0^ to which must be added £2^0 for the licence, plans, 
and instructions. For acid of 97 per cent. HoO^ iron pipes are 
employed at an additional cost of ;^ioo. This plan works very 
well for concentrating Glover acid or waste acids from nitro- 
glycerine, etc. It has been at work for some years in several 
factories in Germany and Poland. M. Liebig (Z. migew. Clicm.^ 
1900, p. 184) speaks very well of it. ' 

Hartmann and Benker (Z. angew, Chem., 1906, p. 565) admit 
the success of the Krell apparatus, with the remark that it is more 
suitable for regenerating waste acids from purifying processes 
than for producing commercial acids. Krell’s Ger. P. 166557 
describes arrangements for cleaning the pipes of his apparatus. 
His Ger. P. 176944 (B. P. 4063 of 1906; Fr. P. 363604) 
describes a combination of inside pipes made of chilled white 
cast-iron, in short pieces, surrounded by a jacket of ordinary 
cast-iron. 

Stolzenwald (Z. angeiv. 1910, p. 1977) ^ates the 

cost of a Krell plant for producing 5 tons acid of 97* to 98 per 
cent, per diem, inclusive of previous concentration, at £7^0 to 
;^8oo, inclusive of patent royalty ; the consumption of coal for 
firing is 1 \ tons per day. 

A special plan was proposed by Hartmann (B. P. 2839 of 
1879). The acid is to be saturated with iron salts, which 
are again separated on concentration, and are intended to 
protect the iron of the pan itself. 

The following process is intended to combine concentration 
of sulphuric acid with purification from iron and arsenic 
Menz'ies (B. P. 3230 of 1883) asserts that sulphuric acid of 
the highest concentration can contain but traces of iron and 
arsenic in solution, provided the latter be present as arsenic 
acid. He ad^s some nitric acid, in ordgr tP oxidise any 
AsgOg to AS2O5, and bojls the acid in a cast-iron pan, the 
bottom of which is not exposed, to the fire, u^til the strength of 
the acid distilling over is about 142® Tw. The fire is now drawn, 
the acid is allowed ^o settle,* and two-thirds or three-fourths of 
the clear acid is withdrawn. This arid is colourless and free from 
Fe and As [*’], and 3 or 4 per cent, stronger than ordinary 
/‘rectified O.V.” Fresh oxidised acid is run into that which 
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has remained in the pan, in such a way that the strength never 
falls below that at which the iron is acted upon by the acid. 
According to analyses quoted in the 20 t/i Official Alkali Report 
(for 1883), p. 45, the quantity of iron found in the concentrated 
acid, calculated as Fe, is only from 0 006 to 0-022 per cent ; 
that of As, 0-013 to 0015 per cent; that of N^Og, o-ori to 
0-024 per cent The precipitate at the bottom of the still con- 
tains 50 per cent SO.j, 20 AsoOjj, 28-2 Fe^O^, 1-8 insoluble, etc. 

These figures^ show that the removal of arsenic by Menzies’s 
process is nothing like complete. Menzies believes that acid 
of 58” Be. does not act (in the heat) upon cast-iron ; but 
that is a great mistake, and in practice he must have dissolved 
a large quantity of iron which no doubt in the latter stage of 
the process would be again separated in the shape of anhydrous 
ferric sulphate. 

In the 2%tli Alkali Report^ p. 55, Graham’s process is 
mentioned, in which the concentration takes place in a series 
of cast-iron dishes. It was found that hot sulphuric acid, in 
thin layers, in contact with cast-iron, tends to dissociate into 
SO^ and H./), so that from a certain point the acid becomes 
all the weaker the longer and more strongly it has been heated. 
The dissociation is evidently caused by the superheating of the 
iron, which becomes much hotter than the platinum. 

[This observation proves the advantage, formerly pointed 
out by us, of causing the flame to travel in the same direction 
as the acid, so that the strongest acid is not in contact with 
the hottest part of the flame. In such dishes the acid cannot 
very well be got up higher than 92 or 93 pfir cent H2SO4, 
whilst in deeper cast-iron pans higher strengths can be reached, 
and they cost so much less than most other apparatuj, that even 
their short life (about one or two years) is of no consequence.] 

Fisher, Hall* and Moore (B. P. 2^376 of 1898) let the acid 
run through a Ipng^ cast-iron pipe heated outsicl^, to produce 
continuous concentration. , 

The iWt Alkali Report, p.^ 18, mentions a process of 
American origin, by which sulphuric acid is rectified continu- 
ously in a cast-iron vessel, all air •being excluded from the 
space above the liquid acid. In this case there is no difficulty 
in condensing all the SO3 ; very little SOg is formed, and the 
gases escaping are not in the vesicular condition rendering 



1174 THE CONCENTRATION OF SULPHURIC ACID 


condensation so difficult and imperfect in other processes. The 
process had not been at work sufficiently long to test all these 
claims. According to Report No. 41, p. 134, a similar plant 
had been erected in a factory where it had given continual 
trouble, both in respect to yield and discharge of acid fumes. 
The condensing plant would have to be modified considerably 
to avoid nuisance. 

P. Kestner (Gcr. P. 1 21 339) concentrates the acid by 
heating it in a perpendicular iron tube, in which it is raised to 
a higher level by the gas-bubbles. He also (Ger. P. 177304) 
concentrates the acid in perpendicular pipes, heated outside, 
without introducing air or gases into the liquid by forcing 
this into the pipes under a pressure not sufficient for driving 
it up to the upper part, and compelling it to rise in thin layers 
along the inside walls of the pipes through the formation of 
vapours. The K P. is 12502 of 1906. 

Those apparatus where cast-iron vessels are used in connec- 
tion with a vacuum process will be mentioned later on. 

Mackenzie’s apparatus is de.scribed in Chevi. Trade],, 1905, 
xxxvi. p. 160. Acid of sp. gr. 1*55 is run from ^ store tank 
through a lead coil, heated by^he waste gases from a tower 
below, filled with bricks, where it is concentrated to sp. gr. 
1775 to I -So by direct contact with the hot fire-gases, coming 
from the cast-iron pot, where the final concentration takes 
place. Here hot air, produced in a chamber containing cast- 
iron pipes, is blown through, while the pot is externally heated 
by the gases coming from the air-heating chamber. The 
temperature in«the cast-iron pot need not exceed 270'’, since 
the hot air blown through is sufficient to bring up the acid to 
full Strength at that temperature. This system is patented as 
B. ?. 2627S of 1904. • 

Ellison (B. r. 17760 o 4 1902) coneSntrates sulphuric acid in 
a closed cast-iron pan, within which is a pipe of acid-resisting 
material, of rather less diameter than the*pan, and having its 
bottom edge serrated. Dilute acid is led into that pipe and is 
concentrated by the heat from the surroftnding strong acid. 
•As the acid in the inner* pipe becomes concentrated, it flows 
through the serrations to replace the concentrated acid in the 
pan. ’ A leading object of the invention is that only concen- 
trated acid shall come into contact with the cast-iron boiler. 
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Evers (Ger. P. 176369) effects a continuous concentration 
of acids by means of two coils of pipes, interposed between each 
other, on the bottom of the pan, through which the liquid 
passes on. The concentrated acid runs out at the side, after 
having given up part of its heat to the dilute acid introduced in 
the centre of the vessel. 

Stange (B. P. 91 of 1907; Ger. P. 188901; Amer. P. 
837592; Fr. P. 372326) concentrates sulphuric acid in conical 
cast-iron pans, the sides of which are heated outside, by means 
of hot air being blown over the surface of the liquid. The 
bottom of the pan is cooled, so that the precipitate does not 
burn fast, and has a conduit communicating with a cooling- 
chamber beneath. In the pan a stoneware vessel with an 
opening at the bottom is suspended, through which the dilute 
acid must pass before getting into the cast-iron pan. Thus the 
lighter, dilute acid floats on the already concentrated acid, 
which does not mix with it, as it is prevented from boiling by 
the cooling of the pan-bottom. Therefore the sludge inevit- 
ably formed when concentrating sulphuric acid in cast-iron 
vessels doej not burn fast to the bottom, but remains in the 
form of a mud, which is easily let out at the bottom without 
stopping up the outlet for the concentrated acid situated higher 
up. The escaping vapours are condensed in a Glover tower. 

Proelss and Hall (Amer. P. 960702) employ a cast-iron pot 
or boiler, provided on the top with an annular flange and rim ; 
from this a pipe leads to an extension with interstitial “ packing ” 
over which the weak acid flows on its way to the boiler. As 
the level of the acid boiling in the pot rises above the flange, 
the strongest acid from the bottom passes out and upwards by 
a tube into a second pot placed over the first ; here the ‘acid 
is made to travel over the bottom in a thin layer, Knd is thus 
highly concentrated. A^d of 98-2 .per cent, is safd to be 
continuously produced by this apparatus. 

Friedrich Zeii., 1909, p. 478) recommends that kind 

of cast-iron concentrating apparatus in which acid of 60° or 50° 
Be. IS run on to the Surface of a large quantity of boiling acid 
of 60'', and the concentrated acid u? continuously run out at 
the bottom by means of a .syphon (a fixed tube from the 
bottom, with an overflow at the top, is quickly stopped’ up by 
mud). He proposes, instead of this, to connect the bottom, of 

4 1 ' 
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the vessel with an acid-egg, serving as a mud-collector, and, 
later on {ibid.^ p. 634), to pass the vapours escaping from the 
pan through a small tower like a Glover tower, fed with 
chamber-acid to such an extent that the gases issuing from it 
have a temperature of about 100°. 

Gellen (Austr. P. appl. 5616) employs a cast-iron apparatus, 
consisting of a cascade of dishes, through which the acid runs 
down and is exposed to the hot acid gases coming from a 
previous concentration. ^ 

Hartmann and Benker (Z. angeiv. Chcm., 1909, pp. 395-7) 
later on carry out the “ Benker "system, described supra^ p. 1 121 , 
by means of a combination of lead and cast-iron vessels. 
According to them, although there are several other competing 
systems, the “Benker” plan keeps a permanent place, since 
several great improvements of it have been made, and it is so 
cheap to erect and to work, with very little distilling acid. 
The eight lead pans employed for the first concentration are 
now arranged in two sets of four each, heated by the waste fire 
of the cascades. The pans are made of a special acid-resisting 
description of lead (“ Krellblei ”), which is not exposed to the 
sudden destruction observed by Lunge and Schmid [supra^ p. 
325), even on boiling acid of 98 per cent., i,e, at temperatures 
of 320°, so that the acid can be brought up in them to 63^ Be, 
without any considerable wear and tear. P'or the cascade itself 
they have given up the application of porcelain dishes, which 
were subject to pretty frequent cracking ; they now employ cast- 
iron dishes, made of the so-called “ neutral iron ” by the A. G. 
fiir Bergbau luid Eisenhiittenbetrieb at Kattowitz (Silesia), 
which is the best acid-resisting cast-iron as yet at the disposal 
of ohemical factories. These dishes are now made 320 mm. 
wide at the top ani 165 mm. deep ; they are placed on fire- 
clay rin^s, not on such di^es as had ito be doije with porcelain 
capsules, and are fired directly. From these neutral-iron dishes 
the acid combs out water-white, and not 6istfnguishable from 
acid concentrated in platinum. Also the quartz-glass dishes of 
the Thermal Syndicate, Newcastle (p. 1 1313), have stood very 
well. From October 1997 to January 1909 the ‘firm has 
supplied 1200 “neutral-iron” dishes and 300 “quartz-glass” 
dishqs, ‘without having had any complaints about them from 
their customers. (The neutral iron is also very useful for the 
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concentration of nitric acid.) They have also greatly improved 
the way of heating the cascades, by the introduction of step- 
grates, and have made several other improvements, of the acid 
coolers, the roof of the Volvic flues, etc. Of the far above lOO 
plants erected according to their system in all countries, about 
20 serve for the recovery of pure acid from waste acid of the 
industries of explosives, coal-tar colours, petroleum refining, 
etc., etc., without a single complaint having been made on 
the durability o£ the plant and the quality of the acid made 
therein. 

l^igs. 444 to 446 show the last construction of the Benker 
apparatus (191 1). Two parallel rows,rt', a, of comparatively thin 
plane plates of acid-proof “ neutral cast-iron are arranged in 
cascade form, so that the acid runs down upon them. The 
plates rest on the sides of the fire-flue conveying the gases 
from a common coke-gas producer, d. Owing to the greater 
fire-surface and the thinner layer of acid on the plates, the 
evaporating-action is much stronger than in cast-iron or 
quartz dwhes. The vapours from the cascades are drawn off 
separately for each, by a Kestner fan, r, into a cooler,/; in case 
of repairs or exchange of plates, each cascade can be worked by 
itself, without interruption of work. The fire-gases on leaving 
the cascades are now (in lieu of the formerly employed lead 
pans) utilised in a Volvic-lava tower, packed in the usual way 
and fed with chamber or Glover acid by the distributor, h ; 
the acid arrives at the bottom, 61'’ or 62'' strong, and 
through neutral-iron pipes, /, goes to the principal concentrations 
The fan draws through k the acid vapours ftom the tow^r, 
through a lead-cooler, /, and ultimately through a coke-filter, ;//, 
which retains the last traces of acid. The distilling-acid shows 
20^" to 35° Be., and can be reconcentrated togethef with the 
chamber-acid. The concAitrated acid* shows up to 98 per cent. 
N2SO4, and is as clear as water. The cleaning holes n in the 
acid channel aflow* its being cleaned out. This system 
furnishes per diem 9 to 10 tons aciR of 92 to 93 per cent. 
H2SO4, with a constflnption of 12* to 14 per cent, coke, or 5i to 
6 tons acid’of 97 to 98 per cent. H2SO4 with 22 per cent, coke, 
and costs about /650. The loss of acid is* 2 or 3 per cent 
vhen going up to 93 per cent, and correspondingly mor£ when 
going higher up. 




Fig. 445 - 
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Ferro-siliciiimy containing a large proportion of silicium, as 
manufactured by the process of Jouve and sold by the name 
of “ melliture,” resists the attack of all acids except hydrogen 
fluoride, and can be employed for casting pans in which 
sulphuric acid is to be concentrated, as pointed out by J. Hoff- 
mann in Chein. Ind.y 1911, p. 241. A similar material, sold by 
the name of “ tantiron,” is stated in Chem. Zeit.y 1911, p. 1067, 
to be used in England for that purpose (p. 1129). 


Concentration of Sulphuric Acid in W rough t-iron 
Vessels. 

Tate {J. Soc. Chem. Indy 1894, p. 208) gives particulars of an 
old tar-still, made of •j-inch plate, 6 ft. wide and 4 ft. high, in 
which for several years past a mixture of sulphuric and nitric 
acid had been concentrated from sp. gr. 175 to 1*838, with 
recovery of the nitric acid. [Perhaps the use to which this 
vessel had previously been applied had deposited a protective, 
carbonaceous coating.] 


Recovery of Sulphuric Acid from Waste Acids {Acid-tar, 
Sludge-acid) of Nitrating Processes} 

P'or this purpose nearly always iron pans, usually preceded 
by lead pans, are employed, as such dirty acids generally form 
crusts which speedily destroy platinum pans. X^e unavoidable 
contamination of the acid with iron is also no great drawback 
in this case, as the recovered acid is again used for the treat- 
ment of mineral oils, etc. We have already touched upon 
this supra y pp. Ip75 and W64. , • • 

The following process serves for the concentration of acid 
recovered from lhe*“ acid-tar ” or “sludge-acid ” •of petroleum 
refineries. This acid-tar is first diluted with water, whereupon 
most of the tar is sef)arated and s/kimmed off (Amer. P. of Tales, 
97182 of 1*867). The acid liquor is rjpw concentrated in leaden 
pans, first by bottom heat and then by tbp heat, up to a 

• 

' The recovery of nitric acid from waste-acid mixtures has been already 
described on p. 197. • 
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strength of 64' Baumc (American hydrometer). The last 
concentration takes place in cast-iron pans with leaden hoods. 
The pans, two of which work together terrace-wise, are 2x4 
ft. wide and 6 ins. deep ; they have a rim shaped for a hydraulic 
lute, lined with lead, into which dips a double-walled, roof- 
shaped, leaden hood, through which water is kept running, on 
the principle of Faure and Kessler’s stills (pp. 1142 et scq^. All 
the joints are made with asbestos cement. The principle of 
this apparatus is shown in the sketch, Fig. 447.* 

Ostrcjko {Chcm. Zcit., 1902, Report, p. 360) describes the 
recovery of sulphuric acid from acid-tar by the well-known 
process of diluting to 32° Be., separating the tar, and concen- 
trating to 60' Be. In order to complete the separation, the 



Fig. 447. 


acid is again diluted with chamber-acid or water and boiled 
down. The removal of the tar is promoted by adding a certain 
description of carbon invented by the author of that communica- 
tion; I per cent, of this is said to convert the acid into a 
colourless product. 

U. VVedge (/. Chem. Ind., 1899, p. 345) describes the 
usual process *of workiftg up the *“ sludge-icid ” from the 
petroleum refineries. As it comes frorrj tl^ese it contains 
about 45 per cent, of oil.^ Most of this is separated by diluting 
the acid to 35° Bd; it is called “acid-oil” and is utilised as 
fuel. The weak acid separated from it still contains 1*2 per 
cent. oil. It is heated in af shallow, hooded lead pan* by means 
of a light steam-coil to 110° C., in which process a very slight 
quantity of sulphur dioxide is formed. The acid now enters 
a series of three shallow lead pans, 6 x 43 ft, 12 in. deep, 
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covered with brick arches, where it is treated with surface-fire 
(“weak-acid pans”). Here it gets up to 55° B 6 . and a tempera- 
ture of 166° C., with some loss of SO., and SO3 (the gases 
showed I '24 grains SOg and 0-92 grain SO3 per cubic foot). 
Now the acid enters a series of two lead pans of the same size 
as the above, and at last two iron pans 3x7 ft., 9 in. deep. The 
lead pans are also housed in brick and heated by surface-fire. 
From these (“strong-acid pans”) the acid issues with a 
temperature of 230'' C., and shows 66° Be. = 92! per cent, acidity. 
The gases from these pans showed 287 grains SOg and 4-9 
grains SO3 per cubic foot. There was a total loss of 25 per 
cent, of the acid, 91 per cent, of which occurs in concentrating 
from 56° to 66° Be., 86 per cent, being caused by the action 
of the oil on the sulphuric acid forming sulphur dioxide, 
which cannot be recovered in consequence of the heating 
by surface-firing. Calculation shows that i lb. of the hydro- 
carbon dis.solved in the oil will destroy 20*88 lbs. acid of 92! 
per cent. 

The treatment of sludge-acids in iron vacuum-retorts will 
be described later on. 

Hartmann {Chei?i. Zeit.y 1899, p. 147) concentrates waste 
acid from nitrating processes up to 61° B^. (sp. gr. 1-732) in six 
lead pans. The acid, at a temperature of 145° or 150°, then 
pas.ses through a small “preliminary” cast iron pan, provided 
with a leaden hood and a chimney for carrying away the 
vapours, which contain very little acid. Now 180° hot, and of 
sp- gr- 1785 to 1-796, it runs into two cast-iron pans with cast- 
iron covers, one placed higher than the other, ^nd runs awa^ at 
a strength of 97 or 98 per cent. H2SO4. Each of the latter has 
its own fire, as well as the “preliminary” pan, the wasta heat 
of all heating the lead pans. For the productioif of 5^ to 6 
tons strong atid in tv^nty-four b^urs, the ‘preliminary pan 
weighs about 2^ cwt., the two covered pans with appurtenances 
about *]\ tons. The consumption of coal is 20 per cent. The 
small pan lasts three or four montifs: the upper one of the 
large pans six to ifine months, tlie lower one twelve months or 
more. The castings should be made of hard metal and without 
flaws, and the two large pans must be entirely surrounded by 
the fire. The wear and tear of these castings represent 2s. per 
ton of strong acid. The cost of the whole plant, includin|f all 
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auxiliary apparatus, is about £ 7 SO- It should be mentioned 
that platinum retorts would suffer enormously if waste acid was 
to be brought up to 97 or 98 per cent. 

Bcnker has applied his porcelain apparatus (p. 1121) also to 
the recovery of waste acids. In the case of acid tar from 
refining petroleum there is a loss of about 40 per cent. ; the 
acid is coloured black, owing to the formation of graphite, but 
furnishes water-white petroleum. The recovered acids from 
nitroglycerine or nitrocellulose arc yellowish, 'but perfectly fit 
for being used over again. 

Waring and Breckenbridge (Amer. P. 643578 of 1900) purify 
sludge-acid by heating with about 4 per cent, sodium nitrate 
at a temperature of 15° to 82*^ C. ; i per cent. NaNO., suffices 
for removing offensive odours. 

Friedland and Ljubobarski (Rus. P. 6631) dilute the acid- 
tar, skim off the tar, allow to settle, and submit the clear 
liquid, brought to 50° Be., to the electric current, which 
oxidises the carbonaceous matter to CO^. 

Fleischer (Ger. P. 182246) puts the acid-tar in porous 
earthenware vessels, which are placed in water; pure sulphuric 
acid diffuses through the earthe'^ware into the water, and the 
tarry substances accumulate inside the vessel, up to a maximum. 
The water outside is ultimately con'^erted into acid of about 
1.52 sp. gr. 

Blacker and Sztencel (Amer. P. 956276) obtain pure acid 
from the sludge-acid of petroleum refineries by running it into 
boiling concentrated sulphuric acid, blowing air through this 
anc^ condensing Ihe escaping vapours {cf, p. 1184, the report of 
Wispek on the patents of the Steaua Romana Petroleum 
Company). 

Stolzen^ald (Gcr.Ts. 2i20(X) and 213589; Austr. P.42408; cf. 
also his sfatements in Chem. Zeit, 190^, p. 1 01 7)^ introduces the 
waste acids, of whatever origin, in the crude ^tate, or diluted 
with water, ol* preheated, at the bottom of upright, annular 
boiling-pipes, provided al the top with outlets for gases, and 
for the concentrated acid, and* arranged in* such manner that 
the temperature gradually increases from the bottom * upwards. 
In the lower, cooler part of the pipe the oily matters are 
separated by the effect of concentration ; in the hotter, upper 
part/>f the pipe the resins and tars and a little of the sulphuric 
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acid are decomposed. The final products are oils, sulphuric 
acid, SOo, and carbon. The latter is carried along by the acid, 
and is separated from this by subsidence or filtration. The 
gasified oils and the SO., escaping at the top are separated by 
cooling, and the SO^ can be worked for sulphuric acid. Before 
passing the waste acid through this apparatus, it may, after 
treating it with water and preheating, be treated in such manner 
that the escaping oils are recovered by cooling, while the resins 
and tars are separated on the surface of the acid as a solid 
paste, leaving behind a sulphuric acid of about 50° Be. 

Donath {Chein, Zeit.^ 1904, p. 1 153) describes the very well- 
known plan of utilising waste sulphuric acid (from petroleum 
refining, etc.) by heating to about 300“ with nitrogenous sub- 
stances, such as leather, hair, etc.; by extracting the product 
with water, ammonium sulphate is obtained, and the residue 
may be utilised for decolorising purposes, or for producing 
potassium ferrocyanide. 

Wispek {Petroleum, June 1911, pp. 1045-48) discusses the 
utilisation of the waste acids from the refining of petroleum. 
Two classes of such “ acid-tars ” must be distinguished, viz., 
those produced in the refining of petroleum-naphtha (“ benzin ”) 
and lighting oil, and those from the refining of lubricating oils. 
In refining benzin or petroleum, about 10 per cent, of the 
sulphuric acid are decomposed, and 90 per cent, remains 
behind, mixed with so much organic substance that for each 
100 parts fresh acid of 66'’ Be. used in the refining process, 125 
to 130 parts waste acid of 50"' to 55° Be. are formed. By diluting 
this with water to about 35" Be., most of the organic substa*ice 
(say 20 to 25 per cent, of the waste acid) is separated in the 
form of a black, repugnantly smelling tar, sp. gr. about cf-poo, 
boiling principally between 100’ and 200®, and containing about 
one-third neutral oils aSd two*thir(i compouhds of* an acid 
nature. The w^ole^of the sulphuric acid collects at the bottom 
in the form of brown, clear, dilute acid^ which must be concen- 
trated. In the waste acid from refining lubricating oils, the 
proportion of sulph^uric acid is about 80 per cent.; it is even 
in the warm state a thick liquid,»from which the resinous 
matters are not easily separated. This acid-tar is partly freed 
irom sulphuric acid by heating in large cast-iron pans by 
means of direct steam, sometimes also by a coal-fire from below, 
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so that part of the sulphuric acid is driven out ; the tarry matter 
remaining behind is burnt under the oil-pans. The recovery 
of pure sulphuric acid of 66'’ Be. from these acid-tars has not 
been until recently successfully accomplished, in spite of many 
attempts ; the acid obtained was always black and always retained 
injurious organic compounds. According to the process of 
Pilat, Bolland, and Selcer (Austr. P. 31595 of 1907), or Julius 
Flefscher (Ger. P. 1 82246, p. 1182), it is indeed possible 
to obtain a water-white, dilute sulphuric acid, free from tar, by 
submitting the acid-tar to diffusion with water through a porous 
diaphragm. But that white, dilute acid contains all the organic 
and sulphoacids, which on concentration decompose and again 
stain the acid black. No more successful, according to Wispek, 
seems to be the process of Stolzenwald {supra, p. 1182). 

Pfeifer and Fleischer’ (Austr. P. 43739 of 1910) treat the acid- 
tar with silico-compounds ; but the yellow acid obtained thus 
turns black on concentration. The same takes place when 
filtering the acid through bone-charcoal, or when heating it with 
nitric acid, and moreover these processes are too costly. The 
widest application has been secured by the process of Hart- 
mann and Benker (continuous o6ncentration in lead pans up to 
60'’ Bd., and then in cascades of porcelain dishes to 66 ’ Be.), suprh, 
p. 1 1 22, but this proceeding, according to Wispek, is very trouble- 
some ; there is much SOg given off, and so much carbonaceous 
and asphalt-like substance is secreted that the overflows are 
stopped up and have to be constantly made free by perforating 
these crusts, and the concentrated acid Is also black. But by 
th® process of the Steaua Romana Petroleum Co. (Austr. P. 
42293 of 1910 ; Ger. Ps. 221613 and 224566; patented in the U.S. 
America bv Blacher and Sztencel, cf, p. 1182), 75 to 80 per cent, 
of the sujphuric acicT originally employed are recovered in the 
form of pure white acid 0^97 to 98 per cent. TWe said Company 
at Campina (^oumania), where 150 cisterng ofj:rude petroleum, 
at 10 tons each, are worljed up, and where they produce their 
own sulphuric and fuming acicj by the Tentelew contact process 
(Chap. XL), yielding every day more than a truck-load of 
acid-tar, in 1907. introduced the new process, consisting in 
heating strong pure sulphuric acid in a retort to boiling, and 
continuously running in black acid, either as such or as it is 
obtained from acid-tar by dilution, together with passing through 
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acid are decomposed. The final products are oils, sulphuric 
acid, SOo, and carbon. The latter is carried along by the acid, 
and is separated from this by subsidence or filtration. The 
gasified oils and the SO., escaping at the top are separated by 
cooling, and the SO^ can be worked for sulphuric acid. Before 
passing the waste acid through this apparatus, it may, after 
treating it with water and preheating, be treated in such manner 
that the escaping oils are recovered by cooling, while the resins 
and tars are separated on the surface of the acid as a solid 
paste, leaving behind a sulphuric acid of about 50° Be. 

Donath {Chein, Zeit.^ 1904, p. 1 153) describes the very well- 
known plan of utilising waste sulphuric acid (from petroleum 
refining, etc.) by heating to about 300“ with nitrogenous sub- 
stances, such as leather, hair, etc.; by extracting the product 
with water, ammonium sulphate is obtained, and the residue 
may be utilised for decolorising purposes, or for producing 
potassium ferrocyanide. 

Wispek {Petroleum, June 1911, pp. 1045-48) discusses the 
utilisation of the waste acids from the refining of petroleum. 
Two classes of such “ acid-tars ” must be distinguished, viz., 
those produced in the refining of petroleum-naphtha (“ benzin ”) 
and lighting oil, and those from the refining of lubricating oils. 
In refining benzin or petroleum, about 10 per cent, of the 
sulphuric acid are decomposed, and 90 per cent, remains 
behind, mixed with so much organic substance that for each 
100 parts fresh acid of 66'’ Be. used in the refining process, 125 
to 130 parts waste acid of 50"' to 55° Be. are formed. By diluting 
this with water to about 35" Be., most of the organic substa*ice 
(say 20 to 25 per cent, of the waste acid) is separated in the 
form of a black, repugnantly smelling tar, sp. gr. about cf-poo, 
boiling principally between 100’ and 200®, and containing about 
one-third neutral oils aSd two*thir(i compouhds of* an acid 
nature. The w^ole^of the sulphuric acid collects at the bottom 
in the form of brown, clear, dilute acid^ which must be concen- 
trated. In the waste acid from refining lubricating oils, the 
proportion of sulph^uric acid is about 80 per cent.; it is even 
in the warm state a thick liquid,»from which the resinous 
matters are not easily separated. This acid-tar is partly freed 
irom sulphuric acid by heating in large cast-iron pans by 
means of direct steam, sometimes also by a coal-fire from below, 
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Messrs Blacher and Sztencel must be acknowledged to have 
completely solved the difficult task of dealing with that trouble- 
some waste product. 

E. B. Gray (Amer. l\ 1005425) concentrates weak acid 
derived from petroleum sludge by a series of intercommunicat- 
ing open pans, followed by a series of stills, also intercom- 
municating, each provided with a water-jacketed head and 
condenser. The stills and pans are all placed in the ‘lame level 
on the furnace, the liquid from the last pan discharging into 
the first still. 

C. L Robinson (Amer. l\ 1014520, assigned to the Standard 
Oil Co.) heats the acid sludge in a still to above 500“ F. 
(260° C), whereby it is decomposed and a mixture of SOg and 
hydrocarbon vapours is given off. This is passed through a 
condenser where the less volatile hydrocarbons are separated 
and the gaseous portion is then passed through a sulphur 
burner and forward to a sulphuric acid plant. 

Cast-irofi Pans protected by Enamel or oiherivise. 

It might be thought that enameVed cast-iron would be 
more suitable for the concentisation of sulphuric acid than 
ordinary cast-iron. In fact, Roder (Dingl. polyt.J., cxi., p. 397) 
proposed enamelled cast-iron boilers, and indicated a special 
kind of enamel for them : i part of powdered burnt alum, 4 
parts of red-lead, and 2 parts of pure silica are to be melted 
together; the fluxed mass is to be cooled in water, dried, 
powdered, and 1 5 parts of it intimatelj^ mixed with 20 parts 
of pure silica and 3 parts of tin oxide. The whole is ground 
up with spirit of turpentine, laid with a soft hair-brush on 
the smoothly turned inner surface of the boiler ; and this is re- 
peated thrde or four^imes, each coat being allowed to dry first 
The enamel is ’then fixed by fusing on as ufual. But even 
the best enamel will resist only a very short time the boiling 
sulphuric acicl and the uneven expansion*and contraction of 
metal and enamel at th*e very greatly differing temperatures 
which occur in that process,* and his pr6posal has had no 
practical success. • 

Wolters(Ger. P. 15639) states that by heating a mixture 
of alkaline pyrosulphate with concentrated sulphuric acid in 
iroi] vessels, a crust of iron sulphide is formed which protects 
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the iron during distillation, so long as the pyrosulphate is left 
in the vessel. 

Tate (/. Soc. Chem. hid., 1894, P- 208) mentions an apparatus 
constructed by West in 1883 on the continuous system, with 
an enamel or porcelain lining; nothing is known as to its 
success. 

Dyson (B. Ps. 17699 of 1893 and 27769 of 1896) has made a 
cascade-apparatus, consisting of iron pans lined with a special 
enamel, connected by U-sbaped siphons, which carry the acid 
from the bottom of each vessel into the upper part of the next. 
A set of eighteen pans produces 21 tons of strong acid per 
week. This apparatus is stated to cost ^250, and to require 
6 cwt. of coke per ton of acid. Some more details are given 
in Chcm. Trade]., xvii. p. 339. Chamber-acid of 100" Tw. is 
employed, and 100 tons acid of 168" Tw. is produced in one 
apparatus in forty-three days, with a consumption of 23J tons 
of gas-coke; the wages are ;^I9, 9s. 7d, or 3s. io}d. per ton, 
which would be greatly reduced if the same men could look 
after two plants. In 1902 several plants on this system were 
in operation in England. 

Seckendorff {Wagnet^s Jahresb., 1855, P- 5^) proposed to 
concentrate the acid in flat-bottomed iron retorts completely 
surrounded by fire. The retorts are to be filled with lead 
sulphate, sand, or gypsum ; chamber-acid is to be run in till 
a paste is formed, and the retorts are then to be heated. The 
watery vapour first appearing is conducted into the chambers ; 
the concentrated acid coming after this is to be collected in 
glass or stoneware vessels, and is said to be. very pure, {ree 
from iron, and as concentrated as that from platinum ; nor is 
the iron retort said to be acted upon very strongly. Probably 
this plan has never been actually tried at ^11. • 

J. Grindley ^Amer. P? 265495) recommends cast-iron pans, 
protected at the^top by an asbestos cement against the action of 
the acid. The pan is filled up to the proper level with acid of 
66 Be., and is fed in such a manner that the concentration never 
sinks below 65^" B^., in which case the pan is not acted upon. 
[This stre*ngth, equal to less than go per cent. H2SO4, is much 
too low to prevent action on the iron. The corresponding 
English patent. No. 4709 of 1882, has not been proceeded with.] 

Flanagan (B. P. 3530 of 1901) employs enamelled cast-aron 



1188 THE CONCENTRATION OF SULPHURIC ACID 


pans, with water-cooled leaden hoods, placed at different eleva- 
tions. There seems to be no new principle whatever in this 
invention. 

A special kind of cast-iron, extremely fit for resisting the 
action of sulphuric and nitric acid, is made by the “ Ferrum ” 
Company at Zawodzie, under the name of “ Neutraleisen ” 
(neutral iron) ; cf, suprhy p. 1 177. 

The Chemische Fabrik List, E. de Haen (Ger. P. 197074), 
produces acid-proof vessels, apparatus, and electrodes by pressing 
tantalum hydride into moulds and converting the moulded 
pieces into tantalum metal by heating them gradually, ulti- 
mately for two hours to a white heat, and slowly cooling. The 
hydrogen given off is first removed by a water air-pump, and 
later on by a mercurial air-pump, and with as good a vacuum 
as possible. 

Concentration oj Sulphuric Acid by Cold or Hot Gases. 

Stoddart {Cliem. Nezvs^ xxiii. p. 167) proposed to force a ' 
current of cold air into sulphuric acid heated in a lead pan ; 
acid of 140" Tw. is stated to be obtainable in this way if the 
temperature be 150"' C., and t^' strongest oil of vitriol at a 
temperature of 260'' C. This plan, if ever carried out on a 
large scale, was no doubt very soon given up again. There 
is no reason why a current of cold air should not do more 
harm by cooling the acid than it can do good by carrying away 
the vapour more quickly, the latter being done much better 
by top fire, where there is also no danger of splashing. It is 
weU known tl\at lead pans would not very long stand a 
temperature of 260'' C. 

Gpalletly [Cltem. News^ xxiv. p. 106), who had applied the 
same principle independently of Stoddart, only worked on a 
laboratory scale*; he admits that on t large stjale the process 
did not succeed ; nor need we wonder at this, since both he 
and Stoddart^ipplied cold air. * 

Success in this direction could only be expected from the 
application of hot air, which sterns to have^been first tried by 
Gossage in 1850. < 

Gossage’s apparatus is fully described and illustrated in our 
second edition, pp. 735 et seq. It consists of a double-shelled 
lead^ tower, with an air-space between the two shells; the tower 
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the iron during distillation, so long as the pyrosulphate is left 
in the vessel. 

Tate (/. Soc. Chem. hid., 1894, P- 208) mentions an apparatus 
constructed by West in 1883 on the continuous system, with 
an enamel or porcelain lining; nothing is known as to its 
success. 

Dyson (B. Ps. 17699 of 1893 and 27769 of 1896) has made a 
cascade-apparatus, consisting of iron pans lined with a special 
enamel, connected by U-sbaped siphons, which carry the acid 
from the bottom of each vessel into the upper part of the next. 
A set of eighteen pans produces 21 tons of strong acid per 
week. This apparatus is stated to cost ^250, and to require 
6 cwt. of coke per ton of acid. Some more details are given 
in Chcm. Trade]., xvii. p. 339. Chamber-acid of 100" Tw. is 
employed, and 100 tons acid of 168" Tw. is produced in one 
apparatus in forty-three days, with a consumption of 23J tons 
of gas-coke; the wages are ;^I9, 9s. 7d, or 3s. io}d. per ton, 
which would be greatly reduced if the same men could look 
after two plants. In 1902 several plants on this system were 
in operation in England. 

Seckendorff {Wagnet^s Jahresb., 1855, P- 5^) proposed to 
concentrate the acid in flat-bottomed iron retorts completely 
surrounded by fire. The retorts are to be filled with lead 
sulphate, sand, or gypsum ; chamber-acid is to be run in till 
a paste is formed, and the retorts are then to be heated. The 
watery vapour first appearing is conducted into the chambers ; 
the concentrated acid coming after this is to be collected in 
glass or stoneware vessels, and is said to be. very pure, {ree 
from iron, and as concentrated as that from platinum ; nor is 
the iron retort said to be acted upon very strongly. Probably 
this plan has never been actually tried at ^11. • 

J. Grindley ^Amer. P? 265495) recommends cast-iron pans, 
protected at the^top by an asbestos cement against the action of 
the acid. The pan is filled up to the proper level with acid of 
66 Be., and is fed in such a manner that the concentration never 
sinks below 65^" B^., in which case the pan is not acted upon. 
[This stre*ngth, equal to less than go per cent. H2SO4, is much 
too low to prevent action on the iron. The corresponding 
English patent. No. 4709 of 1882, has not been proceeded with.] 

Flanagan (B. P. 3530 of 1901) employs enamelled cast-aron 
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sulphuric acid ; the vapours pass in a zigzag manner over 
several plates, over which fresh acid is running down. [It is 
not stated what material the vessel is to consist of.] 

Gridley (Amer. P. 240248) applies strong heat to the under- 
surface of a thin body of dilute acid, and at the same time a 
blast of superheated steam or hot air to the upper surface, 
removing the vapours as they rise. 

Raiding (B. P. 17602 of 1893; Amer. P. 541041) constructs 
the pyrites-kilns, with hollow walls, by which the air passing 
through is heated, and can at will be introduced below the 
grates {cf. p. 436). The hot burner-gases are used for 
concentrating sulphuric acid, by passing them first into a 
small tower, consisting of specially acid- and heat-proof 
material (viz. Volvic lava of best quality), surrounded by a 
somewhat distant lead shell and packed with quartz. This 
tower is placed between the burners and the Glover tower, 
and receives the acid coming from the latter, which is here 

concentrated to 66' 15 e. The gases pass first into this 

intermediate tower, then into the Glover tower. Of course 
this acid is not pure. For pure acid the concentration in 
the first tower is brought only to 71-08 per cent. SO3; it 
is then run through a platinum tube into iron stills, as shown, 
p. 1159, where very pure acid up to 76-33 per cent. SO3 distils 
over, while impure acid of 79*18 to 8o-oo per cent. SO3 (97 to 
98 percent. H^SOJ remains in the still, together with a mud 
of ferric sulphate and arsenic. — Raiding thus applies the Glover 
tower to concentrate sulphuric acid to higher strengths than is 
done in the ordinary Glover tower, by constructing it with 
special care ; but although he succeeded in getting acid *up 

to about 90 per cent. H2SO4, his plan has not found much 

application {cf. Quinan’s plan, infra, p. I20g). • 

1 he only ho|-air process which has been thoroughly worked 
out, and has been introduced in many factories, is that of 
L. Kessler (B. Rs. ^9215 of 1891 and 26169 of*i898). I am 
indebted for the following particulars, *as well as the drawings. 
Figs. 448 to 450 (pp. 1190, 1193) to the inventor, and I have 
myself seen the process in operatioi\ at Clermont-Ferrand and 
in several other places. 

The task in question requires several conditions to be 
fulfilled. The current of hot air must be brought into contact 

4G 
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with a sufficiently large surface of liquid to immediately 
reduce its temperature to a great extent. The air must thus 

Ik 

h- 





Fio. 450. 

become. completely saturated witb steam and acid-vapour. 
The apparatus must not merely resist the action of the hot 
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air and hot acid, but it must be constructed in such a manner 
that the inevitably formed deposits and crusts do not give 
any trouble. Under these circumstances the acid can be 
concentrated far below Its boiling-point. In order to produce 
acid of 95 per cent., boiling at 284° C, the temperature need 
not exceed 170” or 180°; for the most highly concentrated 
acid, boiling at 320’, 200"' to 330'’ is sufficient. 

In order to denote both functions of this part of the 
apparatus visible at r, Kessler calls it a “saturex,” because it 
saturates the fire-gases with acid-vapours, and it quenches the 
greatest part of their heat. The gases enter the “saturex” at 
300 ' to 450" C., and leave it at 150'’. The acid-vapour contained 
therein is kept back in the “ recuperator ” mounted above the 
“ saturex.” This part of the apparatus exactly resembles the 
dephlegmating columns employed in the rectification of spirit 
of wine. It is fed with chamber-acid, previou.sly employed for 
cooling the hot, strong acid issuing from the “ saturex.” This 
acid is divided over the numerous holes of the top ' plate, and 
gradually descends on to the four lower plates of the recuperator. 
In doing so it meets the hot air and vapour issuing from the 
saturex, and drawn through the liquid acid by applying suction 
at the end. In the recuperator the temperature sinks to 85° C. : 
this causes nearly the whole of the acid-vapour to condense, 
while the steam is not condensed, nor is there much fresh 
steam formed here. This is important, since any concentration 
of the acid in this place would cause deposits which would soon 
obstruct the holes in the plates. 

Although the gases escaping from the recuperator contain 
next to no real acid~vapom\ they contain some acid in the shape 
of viist^ as well as some vapour of sulphuric anhydride. -This 
mist is retained by two boxes filled with dry col^ in pieces 
about the size*of a pe# (cf. infra, ii95)j ^ water 

condensing here converts the SO3 into SO^Hg. The weak 
acid thus formed mJy be passed through the recuperator. The 
gases now issue into the air, moderately warm and perfectly 
free from acid, bull charged witli all the steam driven out of 
the chamber-acid. The distilling »acid is thus completely 
condensed without the necessity of employing any cooling- 
vater. • 

Figs. 448 and 449 show the apparatus. Fig. 448 is a 
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longitudinal section through line J K ; Fig. 449 a cross section 
through the “saturex’' according to line m n\ Fig. 450 an 
enlarged section through some of the plates of the “ recuperator.” 
a is the fireplace, here shown as a simple grating, but in 
reality a gas-producer, with gas-coke as fuel. The fire-gases 
pass through a cast-iron pipe, flattened below so as to cover 
the whole breadth of the saturex c. This is a trough, composed 
of acid-proof stone slabs, surrounded by a thick lead jacket and 
placed upon an open foundation. The stone, must resist hot 
acid and hot gases, e.g. Volvic lava; but even if it were 
somewhat porous, the lead jacket would retain any acid 
penetrating through the stone, a little sand being put between 
the stone and lead. The latter in actual w'ork feels only 
moderately hot. I^etw^een the bottom and the cover of the 
“saturex” there are several thin partitions, d d, which force 
the fire-gases, entering at 300 or 450 C., to circulate over the 
level of the acid in c\ when passing from one of these flues 
to another they are forced almost through the acid Ttself, and 
are therefore quickly brought down to 150" C. ; the acid just as 
quickly gives up its water and even .some acid-vapour, and 
continuously runs off at y in tfce concentrated state into a 
cooler (\ 

The “ recuperator ” contains three lower stone plates, e e 
and two upper lead plates, c c\ all of them arranged as shown 
in Fig. 450. Each plate has one hundred holes with somewhat 
raised margins, so that a thin layer of acid remains standing upon 
it. The cups, made of porcelain with jagged edges, produce 
a Ivydraulic seakor at least a great resistance to the passage of 
the air. The acid arrives as chamber-acid of sp. gr. 1-58 
through pipe x, and by the overflows //it runs from one plate 
to another,* finally ifito the saturex. The gases coming from 
the latter are by an injector drawn*through ^he holes, from 
underneath the porcelain cups g g, and are thus brought into 
intimate contact with the liquid, r r are ^hermometers, which 
serve for regulating the work : the lower, r, ought to show 
about iso"" C. ; the upper, /,* about 85"' .y is a pressure- 
gauge for the aspiption ; k the pipe leading to the c6ke-boxes. 
The concentration can be driven to 98 per cent. ILSO^, and the 
most impure Glover acid can be used, because in the recuperator 
there is no evaporation, and therefore no formation of crusts ; 
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air and hot acid, but it must be constructed in such a manner 
that the inevitably formed deposits and crusts do not give 
any trouble. Under these circumstances the acid can be 
concentrated far below Its boiling-point. In order to produce 
acid of 95 per cent., boiling at 284° C, the temperature need 
not exceed 170” or 180°; for the most highly concentrated 
acid, boiling at 320’, 200"' to 330'’ is sufficient. 

In order to denote both functions of this part of the 
apparatus visible at r, Kessler calls it a “saturex,” because it 
saturates the fire-gases with acid-vapours, and it quenches the 
greatest part of their heat. The gases enter the “saturex” at 
300 ' to 450" C., and leave it at 150'’. The acid-vapour contained 
therein is kept back in the “ recuperator ” mounted above the 
“ saturex.” This part of the apparatus exactly resembles the 
dephlegmating columns employed in the rectification of spirit 
of wine. It is fed with chamber-acid, previou.sly employed for 
cooling the hot, strong acid issuing from the “ saturex.” This 
acid is divided over the numerous holes of the top ' plate, and 
gradually descends on to the four lower plates of the recuperator. 
In doing so it meets the hot air and vapour issuing from the 
saturex, and drawn through the liquid acid by applying suction 
at the end. In the recuperator the temperature sinks to 85° C. : 
this causes nearly the whole of the acid-vapour to condense, 
while the steam is not condensed, nor is there much fresh 
steam formed here. This is important, since any concentration 
of the acid in this place would cause deposits which would soon 
obstruct the holes in the plates. 

Although the gases escaping from the recuperator contain 
next to no real acid~vapom\ they contain some acid in the shape 
of viist^ as well as some vapour of sulphuric anhydride. -This 
mist is retained by two boxes filled with dry col^ in pieces 
about the size*of a pe# (cf. infra, ii95)j ^ water 

condensing here converts the SO3 into SO^Hg. The weak 
acid thus formed mJy be passed through the recuperator. The 
gases now issue into the air, moderately warm and perfectly 
free from acid, bull charged witli all the steam driven out of 
the chamber-acid. The distilling »acid is thus completely 
condensed without the necessity of employing any cooling- 
vater. • 

Figs. 448 and 449 show the apparatus. Fig. 448 is a 
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the hot fire-gases radiate below upon the slabs d ; through / 
they rise into flue g, covered by cast-iron plates upon which 
the lead pans j j effect the ordinary preliminary concentration. 

The acid to be concentrated is kept in a flat trough, made 
of Volvic lava, or other material refractory to hot acids, with 
joints made tight by meaiiL of asbestos cement. This vat is 
surrounded by another vat, r, made of lead and resting on iron 
rails The surface of the acid in c is kept at a distance of 
from 2 to 6 cm. from the slabs d dhy means ( 3 f a valve in the 
entrance-pipe. The acid comes from the pans j j through 
siphon g, and enters through pipes y y into an acid-proof 
chamber, filled with silex fragments and jacketed with lead. 
The vapours not condensed here pass into a second chamber, /, 
made of lead and filled with dry coke (beginning with large 
pieces, gradually diminishing to the size of a grain of wheat), 
where the vapours are scrubbed and all the sulphuric acid is 
retained. This weak acid passes back through p into the pans 
j j, or elsewhere. From / rises a lead pipe, in which artificial 
draught is produced by injector v to such an extent as to balance 
the suction of chimney /. 2 is a lead cooler with hydraulic 
joint (similar to ^hat employed in fCessler’s hot-air apparatu.s) ; 
I a running-off pipe for the concentrated acid, made of Volvic 
lava covered wdth cooled lead, burnt on one side to the lead 
acid-basin and on other side to the cooler 2. 3 is a lead pot for 

collecting the acid. 

The process is worked as follows : — The acid is concentrated 
in pans j j to 60' or 62'’ Be., and passes into the Glover-like 
scrubber ///, where it meets the vapours formed underneath the 
slabs d d. It arrives hot in the trough c, w^here it is concen- 
tratecl by radiant heat as it flows on, so that it issues at full 
strength ^through i into cooler 2. The vapours are partly 
condensed in the silex scrubber ;//, by contacf with the acid 
running throijgh it, and then pass through tljp djy-coke scrubber 
/, from which the condensed acid runs away through /. The 
draught in u is regulated in sjjch a manner that the air cannot 
take the opposite way, down u and throu^ the interstices in 
the slabs into chuimey i. * It is also possible to allow some of 
the fircjgases to pass underneath the slabs d d, by means of 
interstices left on purpose, preferably near ihe entrance of the 
acvdpi Even all the gases may be conducted this way, but then 
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the chambers in and / must be made much larger. In this case 
the heating must be done with coke ; but if the slabs d d are 
closely jointed, or if the draughts are properly regulated, wood, 
coal, oils, or tar may be employed as fuel. 

According to the \oth Alkali Inspectors' Report for 1903, p. 
24, complaints were made about the noxious gases discharged 
from the Kessler apparatus. The 41st Report states that a 
great improvement had been effected in this direction, and a 
still more favourable account is given in the 42nd Report for 
1905, p. 20. The 47/// Report {jox 1910), p. 17, states the Kessler 
plant continues widely in use, and that the large volume of 
steam accompanying the gases and vapours is removed by 
driving them by means of a fan through the scrubber, in which 
the acid bodies are retained as far as practicable (see below). 

In the Moriit. Scient.y 1904, p. 557, Kessler defends his 
system against faults found with it by Hartmann and Benker. 
According to his Fr. P.s. 288752 and 305781, for the purpose of 
preventing the concentrated acid from acting upon the lead, it 
is made to flow through a heat-exchanging apparatus, in which 
the fresh acid cools the hot concentrated acid. 

Kessler’s condenser for the acid fog carried away by the gases 
consists of a lead-lined tank, with a grid of lead-lined iron bars, 
on which arc placed layers of coke powder of gradually diminish- 
ing size ; the gases are passed in at the top and drawn off at 
the bottom. A detailed description and drawing is found in 
Chcni, Trade 1907, xl. p. 80. 

Ph. Meyer’s gas filter {Z. angc7v. Cliem.^ 1906, pp. 1318 
et see], ; vide Chapter XL.) may also be used for this purpo^. 

The propulsion of the gases in the Kessler apparatus is 
now mostly performed by the hard-lead fans of Paul KeStner 
(Berlin W35, also branches in London anS New York), in lieu 
of the formerly •employed steam-jets.# Whereas these consume 
900 to 1000 kg. ^oa^ per day, the Kestner fans take only 150 kg., 
working at 3 h.p. The fan is best placed at the end of the 
apparatus behind the coke boxes, 01 between these and the 
“ saturex ” (supra, p* 1 193). The ^Irm Kessler formerly employed 
cast-iron ^ratt fans, but abandoned these, wljich required 10 to 
J 2 h.p., in favour of Kestner fans, which consume only one-third 
as much powei. 

The newest modification of the Kes.sler apparatus is .that 
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patented by Teisset and Prat (B. P. 14300 of 1908; Ger. P. 
229676; ¥r. P. 398212; Amer. P. 993125, and shown in Figs. 
457 and 458). The fire-gases, generated in a coke gas-producer, 
pass through the “saturator” S along its length. This is a 
pan, made of Volvic lava, placed in a lead shell, a ; partitions 
or baffles, d b, are arranged in this transversely (not longitudinally 
as in the former Kessler pans), resting on bearers, r, and dipping 


Fig. 457. 



a little into. the' acid. A fan and ejector, placed externally (a 
special constniction of which is described in Jl. 1^. 1 3720 of 1909), 
draws the gases out, and^ in being forced underneath the baffles 
they thoroughly agitate the acid and are brought into intimate 
contact with it. The baffles can be easily tal^en out and renewed 
when worn out. 7he gasds, when leaving the saturator, where 
they are saturated with aqueous vapour, pass upwards through 
the “recuperator” R, built of acid-proof material, similar to the 
spirit-of-v/ine rectifying columns, with six horizontal plates, d, 
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provided with numerous holes covered by bells. The acid to 
be concentrated runs in at the top, and is brought into such 
intimate contact with the gases, rising up through the bell-holes, 
that the temperature comes down to 90° at the top. At this 
temperature only aqueous vapour but no acid vapour can exist, 
so that all the acid vapour is condensed before the gases get out ; 
a small quantity of acid, carried away in the shape of fog, is 
retained by a coke-filter, so that the finally escaping gases are 
free from acid. • The stoppered holes / allow of cleaning the 
saturator. The concentrated acid, which is as clear as water 
and tests up to 98 ' per cent. H2SO4, is run out of the saturator 
at e into a cooler. The cost of an apparatus for producing 5 
tons acid (97 to 98 per cent.) per day is about ;^I200; the 
consumption of coke 18 to 19 percent. In 1911 about 300 such 
apparatus were at work. 

In contradiction to the statement of Hartmann and Benker 
{J\fonit. Scieut., 1907, No. 782), according to which Kessler’s 
apparatus yields acid not exceeding 95 per cent. HgSO^, Gazel 
{ibid., 1907, p. 368) asserts that the Kessler apparatus, supplied 
to the British Government in 1898, fulfils the condition laid 
down, according to which the acid must come up to 1-842. 
From an English factory he reports the following figures : — 


Strength of feeding acid . . . . .48° Be. 

Strength of concentrated acid .... 65"-9 „ 

Production per day ..... 9100 kg. 
Coke used for the gas-produccr .... 650 „ 

Coal used for steam-raising . . . • 75o „ 


Liittgen {Chein. Zeit., 1910, p. 24) considers that the better 
effect of the new Kessler apparatus is due to afcid waves being 
formed by the hot gases passing through, and impinging 
against the walls, so that both the effects of splashing ahd of 
spraying are produced. Stolzenwald (Z. angew, Chem.^ 1910, p. 
1976) doubts th 6 formation of a spray i#i this case*, arid some other 
advantages claiiped^for the new Kessler system. Recording to 
him, the cost of such an apparatus for jproducing 5 tons acid 97 
to 08 per cent, in twenty-four hours is ;£’ii25 to ;^I200, the 
consumption of coRe 18 to 19 ewt, the power for the face-blast 
9 to 10 h.p., the life of the system sii years. * 

If the Kessler apparatus is used for concentrating acid 
only up to 93 to 95 per cent. HgSO^, it can be made smaller 
and therefore cheaper, and it lasts much longer. 
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According to Luttgen (v. stiprS) the Kessler apparatus in its 
new shape requires 8o to too kg. coke for producing i ton acid 
of 92 to 93 per cent. H^SO^. The proportion of waste acid is 
very slight, and so are the costs for repairs. Acid of 98 to 99 
per cent. H.,SO^ is obtained with 180 to 190 kg. coke, and there 
is 200 kg. waste acid of 38° Bd 

Vialleix and Perrin (B. P. 8142 of 1911; Fr. P. 420563) 
modify the Kessler apparatus by constructing the “ saturex ” of 
a single central channel and two side channels through which 
the hot gases are aspirated. The "regenerator” is made to 
contain a number of superposed hollow trays, arranged so that 
the acid overflows from one to another in a zigzag path ; 
contact between the heated gases and the acid is secured by 
means of transverse ribs which reach from the under-surface of 
each tray to the level of the acid below, these ribs serving also 
to strengthen the trays. Lava or stoneware is used in the 
construction of the channels and trays, instead of the pumice 
and porcelain hitherto employed. 

According to Pohl {Z. mgeiv. Chem., 1 9 1 2, p. 1 8 5 1 ) “ vitreosil 
(fused quartz,r/p. 1 1 23, 1 1 29, 1 147) is greatly preferable to Volvic 
lava and to porcelain in the constrfiction of Kessler apparatus. 

Zanner (B. P. 2379 of 1902) employs cast-iron pans, lined 
with acid-proof slabs, the joints being cemented with asbestos 
cement, the corners, etc., being strengthened by protecting 
pieces so that the primary joints are nowhere exposed to the 
acid. These pans are placed in the flues leading the gases 
away from the pyrites-kilns and arc fed with Glover-tower acid, 
which is thus brought up to 93 per cent. HjSO., without any 
extraneous fuel, according to the assertion of the inventor. To 
prot*ect the acid from flue-dust, the pans are 'covered with 
perforated uon (?) or fire-clay slabs. The acid is compelled to 
flow in a* zigeag direction^by means ot suitable partitions. 

According, to information received by mq freyn the inventor in 
February 1902, a set of two pans, 1900x400 mm., is capable of 
supplying per diem 4 tons of ^cid of 66 " Be. from a mixture of 
♦ Glover-tower acid, 1 chamber acid. The pans ^had been 
working continuously fo/ five months, except two cleaning 
shifts purposely interposed. The weak-acid pan lasted five 
inoioths, the strong-acid pan seven months, and both rnight 
haw lasted longer if mistakes had not been made in the lining 
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provided with numerous holes covered by bells. The acid to 
be concentrated runs in at the top, and is brought into such 
intimate contact with the gases, rising up through the bell-holes, 
that the temperature comes down to 90° at the top. At this 
temperature only aqueous vapour but no acid vapour can exist, 
so that all the acid vapour is condensed before the gases get out ; 
a small quantity of acid, carried away in the shape of fog, is 
retained by a coke-filter, so that the finally escaping gases are 
free from acid. • The stoppered holes / allow of cleaning the 
saturator. The concentrated acid, which is as clear as water 
and tests up to 98 ' per cent. H2SO4, is run out of the saturator 
at e into a cooler. The cost of an apparatus for producing 5 
tons acid (97 to 98 per cent.) per day is about ;^I200; the 
consumption of coke 18 to 19 percent. In 1911 about 300 such 
apparatus were at work. 

In contradiction to the statement of Hartmann and Benker 
{J\fonit. Scieut., 1907, No. 782), according to which Kessler’s 
apparatus yields acid not exceeding 95 per cent. HgSO^, Gazel 
{ibid., 1907, p. 368) asserts that the Kessler apparatus, supplied 
to the British Government in 1898, fulfils the condition laid 
down, according to which the acid must come up to 1-842. 
From an English factory he reports the following figures : — 


Strength of feeding acid . . . . .48° Be. 

Strength of concentrated acid .... 65"-9 „ 

Production per day ..... 9100 kg. 
Coke used for the gas-produccr .... 650 „ 

Coal used for steam-raising . . . • 75o „ 


Liittgen {Chein. Zeit., 1910, p. 24) considers that the better 
effect of the new Kessler apparatus is due to afcid waves being 
formed by the hot gases passing through, and impinging 
against the walls, so that both the effects of splashing ahd of 
spraying are produced. Stolzenwald (Z. angew, Chem.^ 1910, p. 
1976) doubts th 6 formation of a spray i#i this case*, arid some other 
advantages claiiped^for the new Kessler system. Recording to 
him, the cost of such an apparatus for jproducing 5 tons acid 97 
to 08 per cent, in twenty-four hours is ;£’ii25 to ;^I200, the 
consumption of coRe 18 to 19 ewt, the power for the face-blast 
9 to 10 h.p., the life of the system sii years. * 

If the Kessler apparatus is used for concentrating acid 
only up to 93 to 95 per cent. HgSO^, it can be made smaller 
and therefore cheaper, and it lasts much longer. 
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bearers and b, rest the cast-iron pans a, lined with stoneware 
plates r, cemented with asbestos and silicate of soda. The size 
of the plates is chosen in such a manner that the joints are 



covered by the ypright Stone plates g, which hold down the 
bottom plates in their places, and which also cause the acid to 
i-un in a zigzag stream, by the openings i i {cf the sectional 
plan Fig. 461). The corners are secured by stones //, so that 
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no primary joints are exposed to the acid. The pans are 
covered by plates <?, with holes protected against flue-dust by 
caps vu Where acid of 97 or 98 per cent, is to be made, 
several pans are combined, the first of which has no stoneware 
lining on its bottom. The acid is fed in by the porcelain-lined 
iron tube //, and it leaves by the cast-on lip ky lined with stone- 
ware passing through the brickwork /. The steam and acid- 
vapours pass along with the pyrites-kiln gases into the Glover 
tower ; also any "nitrous vapours, when waste nitrating acids 
(from nitrobenzene, nitroglycerine, etc.) are to be concentrated. 
It is best to provide a by-pass for the kiln-gas, for the purpose 
of cleaning or repairing the pans. The yield of acid of 55 J"" Be. 
per square metre (1076 sq. ft.) of pan-bottom per twenty-four 
hours is from 30 to 48 ewt, according to the heat of the gases 
and the feeding-acid, and its previous concentration. Much 
more work could be performed when working the apparatus 
with a vacuum ; and it can be also worked by any other 
source of heat. There is absolutely no expense for fuel, and 
next to none for supervision ; the cost of plant is very slight. 
In Z, angeiv. Chon., 1907, p. 8, Zanner defends his plan against 
objections made to it by Hartmann and Benker {ibid., 1906, 
]j. 566). 

W. R. Quinan (Amer. P. 699011 ; /. Soc. Cltem. hid., 1902, 
IX 772) constructs behind the pyrites-kilns a “ mixing-chamber,” 
provided with an iron roof, covered with infusorial earth or the 
like, which near its top leads to an ascending inclined flue, the 
bottom of which is formed of steps made of Volvic lava. These 
steps possess upwardly extending flanges at the back and sidos, 
and a downwardly extending lip or flange at the front end, 
overlapping the back flange of the next^ lower step. ^This 
inclined flue may be connected directly with the first cjiamber, 
or, preferably, wfth the cfover tower, from whic^ the acid runs 
down the Volvic.ste^s, and arrives in a highly concentrated 
state in the mixing-chamber. 

o • 

Gaillard (B. Ps. 23841 of 190^, 12538 of 1906; Amer.- Ps. 
856048, 85p7S7, ancf 859759; Ger. P. 192155; F**' F 3^7376) 
concentrates sulphuric acid by running it down in fine jets or 
•sprays in a tower (a) in which hot air from a coke fire ascends. 
A second tower, or a coke chamber, serves for condensing the 
acid carried away by the hot gases. The towers are made^of 
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an acid- and fire-resisting material, and have an outside 
lead casing, a hydraulically sealed top, and a sieve plate 
near the bottom ; the acid collecting there is cooled by a cold- 
water coil. Some details on this process are given in Chem, Trade 
xlii. p. 6o, and by Luttgen {Chem, Zeit,, 1910, p. 24). A very 
complete description of it, with many diagrams, is made by 
Recke {CJicin. Zcit., 1910, pp. 173 and 182), and of this we here 
give an abstract; — At the outset it is stated that up to 
that time (the end of 1909) upwards of 100 such apparatus had 
been built and set to work. The gas-producer, c. Fig. 462, 



Fig. 462. 

c. • 

belonging to it is worked with coke; it is 3 m. high, 4 m. long, 
2-8*m. wide, and costs ;^45. The concentrating-tower a is 15*5 
m. high, and consists of 15 Volvic rings, superposed over one 
another without any mr^rtar or cement. It fe empty, without 
any “ packjng.” Each ring consists of ^8 [ava blocks, held 
together by lead-covered iron rings. The blocks have V-shaped, 
longitudinal grooves, so that at the junction of each two blocks 

a canal of > shape is tprmed which is tilled with a putty of 

water-^lass and Volvic powder. The tower at the bottom has an 
inner width of 170, at top 2-0 m.; the thickness of the walls is 
450 mm. at the bottom rings, 400 mm. at the fourth rings, 250 
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mm. at the three following rings, 200 mm. at the three following, 
and 150 mm. at the four top rings. The top of the tower is 
formed of four Volvic plates, with an inlet for the spray-nozzles, 
and a 500 mm. outlet for the waste gases. The bottom of the 
tower is formed by a tray, 400 mm. high, with twelve outlets for 
the hot, strong acid. This acid is cooled by a tubular cooler, 
80 m. long, placed in the bottom tray round the tower. 

The cost of a concentrating-tower is ;ti040. It is connected 
with a recuperating-tower, 8 or 10 m. high, 1-51 m. wide 
outside, 1-34 m. inside. It is placed on a wooden or iron frame 
at such a height that its top is at the same level as that of the 
concentrating-tower. The recuperating-tower is made of 4 mm. 
lead, lined with 80 mm. stoneware plates, and held together by 
a frame of wood and iron. It has two spray-nozzles at the top 
and an outlet for acid at the bottom, and is connected by d 
with the top of the concentrating- tower by a Volvic or stone- 
ware pipe, 500 mm. wide, descending from the latter and 
entering into it near the bottom. It costs ;if8o. Then follows 
a coke-filter d, a wooden box lined with 3 mm. lead, 3 m. high, 
7 m. long, and 5 m. wide, into which the gases enter from the 
top, going out at the bottom. The coke rests on a grate of 
acid-proof bricks, and is graduated in size from 60 to 100 mm. 
at the bottom to 5 to 15 mm. at the top ; the filter costs 
Last of all comes the fan, r, consisting of a lead case and iron 
wings, protected against the acid by an ebonite casing; 
entrance-pipe, 400 mm. ; exit-pipe, 400 x 290 mm. ; 650 revolu- 
tions per minute; power required, i h.p. ; cost, There 

are also two acid-eggs, costing £11 The wbple plant co.'^s 

^^1532- 

The work is carried on as follows. The gas-producSr c 
is charged every two or three hours witif coke oT 40 mm. 
size; this shoul (4 be dry And free froip non-coked,coal, which 
would impart a brown colour to the acid. The gas meets 
air preheated by a*fire-brick grating, and the flame formed 
enters at g into the bottom of the conceTitrating -tower where 
it meets the chambevacid, converted into a spray by appropriate 
nozzle k, arid air compressed to or 5 atmos. The concentrated 
acid flows through a cooler in the bottom tray. The gases leave 
the tower at its top and enter the recuperating-tower at a 
temperature of lOo"' to 200", where the acid-fog is partly 
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condensed, to acid of 57*" Be. The uncondensed gases pass 
through the coke-chamber d into the fan and then into the 
outer air. The loss of acid in the gases is only 0 2 to 0*3 per 
cent.; the .strength of the concentrated acid can easily be 
brought up to 98 per cent. HgSO^ ; it is almost devoid of colour, 
and contains only about one-third of the iron and onc-fourth of 
the arsenic brought in by the chamber-acid. The salts secreted 
during the process accumulate at the bottom of the tower, and 
can be taken out by a cleaning-hole, n. The acid from the 
recuperating-tower (57'’ Be.), either goes back to the concentrat- 
ing-tower, or is sold as it is; the acid from the coke-box is 
passed through a Glover tower, or used anyhow. 

Gaillard guarantees the following results to be obtained by 
his system, when starting with chamber-acid of 54'' Be. : — 


rroductiun in 24 hours. 

I’ercentage of H2SO4 

Consumiition of coke per 

in the acid produced. 

cent, of tiie acid produced. 

4 to 6 tons 

97 to 98 

20 to 25 

8 „ 10 „ 

92 u 93 

8 „ 12 

30 tons 

6 o‘T 3 c’. 

3 n 6 


The following statements refer to the cost of the process per 
ton of acid produced. 



Acid of 97/98 I 
per cent. 

Acid of 96/96 ! 
1 per cent. 

Acid of 93/94 
per cent. 

Acid of 60 " 

Be. 

Wages 

Motive power foi« gas 

4. Id. 

4 d. 

2Sd. 

Id. 

and acid . 

•id. 

, i 

^,d. 

1 

Ad. to ^d. 


Repairs are principally required for the lead cooling-pipe ; 
the process is not yet lo«g enough af work toisay anything on 
the other pjrts of the plant. ^ 

In 1911 about 100 such apparatus were stated to be at work. 
Stolzenwald (Z. angew. Chein.y 1910, p. 1976) objects to the 
plan that the acid must be most carefully ifiltered, in order not 
to stop up the spxay-prodbcer and thereby also to damage the' 
shell of the tower. The life of the plant is about six years. 
The cost of it is much higher than that of the Kessler plant, and 
mere coke is used for heating than in the latter. Most certainly 
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it cannot be used for regenerating waste acid from the refining 
of petroleum, etc. The only plan suitable for this, as Stolzen- 
wald claims, in order to get from such waste acids an acid of 

97 to 98 per cent. H^SO^, is described in his own Gcr. Ps. 
212000 and 213589 {supra, p. 1182). 

Duron (Z. ayigew, Chou., 1910, p. 2307) contradicts 
Stolzenwald in several points. According to him, acid of 67 to 

98 per cent, can be made in direct manner, and economically, 

both by the Kc;3sler and the Gaillard apparatus. With the 
Kessler apparatus the cost is slightly less than by the old system. 
The Gaillard apparatus, which is in reality a Glover tower, made 
of Volvic lava without packing, lasts much longer than six 
years ; such lava is not attacked by the impurities of sulphuric 
acid, and this acid does not require filtering, in order to pass the 
openings of 4 to 6 mm. width. Such an apparatus for producing 
8 to 9 tons acid 97 to 98 per cent, costs ;^2250 to ;£“25oo, and 
requires 15 to 17 per cent, coke and I to 'I h.p. for the fan, as 
proved by many testimonials in Duron’s possession (he is chief 
engineer of the firm E. Hartmann, formerly Hartmann & 
Benker). The Kessler apparatus also permits concentration to 
97 per cent., but consumes much more fuel (30 per cent.), and 
yields only 4 tons per diem. The improved Kessler apparatus 
(system Teisser-Prat, p. 1198) does not show as much advan- 
tage as expected. The employment of Volvic lava requires 
other arrangements than the use of pumice, as its mechanical 
resisting-power is less. Such a new apparatus costs £22^0 to 
£'2350 for a daily make of 4 tons 97 to 98 per cent, acid, with 
22 per cent, coke and 10 to 12 h.p. for the fan. Another 
improvement of the Kessler apparatus, by Duron himself, has 
turned out successful in quite a number of cases ; for making 5 
to 6 tons acid 97 to 98 per cent, it costs ^^1050 ; requires 16 to 
18 per cent, cokg and 4 h.p. . • 

In the case of acids forming crusts*of ferric sulphate during 
concentration, Lbw^^ and Klagsbrunn (Austr. P. appl. A6792 
of 1909) modify the work of the Gaillard towers by collecting 
the hot acid, as it ^rives at the bottom, in an acid-proof dish 
provided >n that place, and running it from there into an 
outside settler, from which the clarified acid flows into another 
c..ncentrating-apparatus, surrounded by hot producer-gases, and 
then enters the tower. 

4 
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Duron (Fr. P. 430145) enriches sulphuric acid by SO^, 
produced by the dissociation of a portion of the concentrated 
acid by means of heated air, the waste heat of which is then 
utilised for the concentration of the dilute acid in a “con- 
centrator” and a “ regenerator ” ; the air is finally deprived of 
the last traces of acid in a condenser. Dilute acid is supplied to 
the regenerator where it is concentrated by the heated gas, and 
part of this acid is then used in the lowest stage of a “ separator ” 
tower for absorbing water from dissociated acid vapours, the 
upper part of the tower being fed with 96 to 98 per cent acid 
from the concentrator for the absorption of the SO., from the 
same vapours. The concentrator receives most of the acid 
from the regenerator (situated above it), and is so arranged that 
the heated air passes rapidly in a thin layer over the surface of 
the acid without giving rise to agitation of the liquids. 

The Swedish Nitro Syndicate, Stockholm (B. P. 10591 of 
1 908), claims the continuous production of concentrated acids in 
a vertical column of acid-proof material filled with pieces of 
similar material, heated both on the outside and inside by a 
current of hot gases. 

Proelss(Amer. P. 989537) desci^b^^s an apparatus for making 
concentrated sulphuric acid, comprising a dcnitrating-chamber, 
a concentrating-chamber, and cooling-apparatus, conduits for 
passing burner-gas into the chambers and for discharging the 
gases from the chambers into cooling-apparatus. Lead chambers 
receive the gases from the cooler. This apparatus is an im- 
provement upon former patents, Amer. Ps. 963174 and 963175 
and 967174. 

* Liittgen (Cheni, Zeit., 1910, p. 23) points out that the Volvic 
towers, in which a spray of chamber-acid is produced for 
concentratson by hf)t gases, require very pure acid, to prevent 
frequent* stoppages of the spray pA)ducer. ^Consumption of 
coke for i ton acid 92 to 93 per ccnt.= 1 10 to 120 kil. The cost 
of repairs rrftist be rather high. * 

For the concentratic^ of sulphuric acid by hot gases, R. C. 
Forster ( 67 /^?///. Zeit,^ 1910, p.* 734 ) recommends the new high- 
pressure fans, made of hard lead by Kestner, as mdre efficient 
and economical tFan the Kessler or other fans hitherto used. 

Kaesmacher (B. P. 2382 of 1908; Fr. P. 386783) separates 
nitric acid during the concentration of sulphuric acid by finely 
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dividing the acid liquid by refractory materials in a suitable 
tower and subjecting it to the action of hot air. 

Concentration of Sulphuric Acid in Vacuum-Retorts, 

A very interesting concentrating method, including the use 
of Field tubes, formed part of an ingenious, but over-complicated 
system of the manufacture of sulphuric acid invented by De 
Hcmptinne, of Brussels, and described at length, with diagrams, 
in our first edition, pp. 507 to 512, to which description we 
simply refer, as De Hemptinne’s process has never been carried 
out in full and is decidedly impracticable. Another ingenious 
process of his, described and illustrated in our first edition, pp. 
513 to 516, seeks to carry out an idea previously proposed by 
several other inventors, Kuhlmann (in 1844), viz., concentrat- 
ing sulphuric acid in a partial vacuum^ and thus reducing the 
temperature to such a point that the whole operation can be 
carried on in lead. As this process, which was actually at work 
for some time, has not proved successful, we also refer for it to 
our first edition. A further modification of his plan has been 
described by De Hemptinne in the Bull, Musk Industrie Belg.,, 
January 1882. 

Of more modern forms of leaden vacuum-apparatus we shall 
mention that of Krell (Ger. P. 1 18880). The acid flows through 
a lead pipe, a, Fig. 463 (p. 1 2 10), heated by an oil-bath, b. Pipe a 
is stiffened inside against atmospheric pressure by diaphragms 
c c\ leaving passages for the acid in such a manner that the acid 
must proceed in a zigzag course, and provided with communica- 
tions in their upper part for the vapour.s. At the bottom, of 
pipe a lies a perforated pipe, /, through which hot gases may 
be introduced for the purpose of hastening the concentration. 
The unperforated diaphragms ff stiffen uie pipe^and divide 
the steam-space into thfee comparti^ients, connected through 
h //, h.y with a copnjon vacuum-pipe, i. In this wa^ the coolers 
k k\ will condense acids of various strengths. The acid 
entering as chamber-acid of 50° Be. leaves as acid of 64'' or bs"" Be. 
[that is, we must notice, only 8^ to 90 per cent. H2SO4!] and 
descends fhrough a pipe, which must be at; least 17 feet long, 
into a collector, n. By surrounding m with a jacket, 0^ the heat 
of the outflowing acid can be utilised for heating up the 
chamber-acid. Oil-bath b is heated indirectly by means of £oil 
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heated by a fire,/, and connected at both ends, r, s, with the 
oil-bath in such a manner that a constant circulation takes 
place. [According to private information, Krell employs lead 
alloyed with a little copper, as recommended by me for higher 
temperatures and strengths, cf. p. 326.] 




Fig. 463. 


Cast-iron retorts are also used to cuiii.ciiLrciic sui^jiiuric acid 
in a vacuum, starting ffom such strengths at which the cast- 
iron is not yet acted upon. * t 

Fig. 464 shows the shape of cast-iron vacuum-retofts used in 
Germany for sulpliuric acid with great success and furnishing 
very hi^h-strength acid. Such a retort weighs about tons. 

J[. Meyer (Ger. P. 71580) combines a lead vessel with an 




IN VACUUM.RETORTS 


1211 


iron vessel; the latter, which receives the acid in an already 
concentrated state, communicates with the air-pump. The 
pan-bottom is slightly inclined to one side. The dilute acid 



^ Fig, 464.* 

comes in contact only with lead, the strong ^cid with iron or 
platinum. The concentrating apparatus is best connect^ed with 
a distilling-apparatus working at the same vacuum, and 
continually receiving the concentrated acid through a siphon. 
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Brown and Gcorgeot* (Fr. P. 241815) state a theory as to 
the concentration in vacno in which there is nothing new. 

The Kommanditgesellschaft L. Kaufmann & Co. (Ger. P. 
134773) concentrate sulphuric acid in a cast-iron vacuum-still 
by means of a steam-jacket or gaseous fuel, driving it over 
the heating-surface in layers of only 10 to 15 mm. depth by 
means of stirrers almost touching the metal, with such a 
velocity that the concentrated acid by its centrifugal force 
can issue continuously in spite of the vacuum? By the above 
treatment the steam-bubbles are more easily detached from 
the solid surfaces. 

Cast-iron vacuum-retorts arc most suitable for treating the 
dirty acid (acid-tar, sludge-acid) formed in the chemical treat- 
ment of mineral oils {cf. pp. 1 179 seq.). This acid, when boiled 
for some time, chars most of the organic substances dissolved 
by it, and is at the same time concentrated. But in this process 
much of it, sometimes nearly 20 per cent., is reduced to SO^ 
{cf. p. 1181), which causes not merely loss, but also great 
nuisance, unless the SO.^ can be reconverted into SO3 {cf 
Chapter XI.) or otherwise utilised. This difficulty is overcome 
by the employment of vacuui|i^ retorts. The considerable 
lowering of the boiling-point thus produced causes the action 
of the acid on the organic substance to be much less and of 
a different kind. There is only about 3 per cent, lost as SOg, 
and the organic substance is converted mostly into a carbon- 
aceous substance which can be removed by filtration through 
sand. The acid thus made is = 66"* Be. ; it is dark-coloured, 
byt quite fit to be used over again for the refining of 
mineral oils. 

Kynoch & Co. and Cocking (B. P. 28891 of 1896) employ 
cast-iron retorts working with a vacuum for the concentration 
of waste acid frt)m nitroglycerine. ' 

The Graflich von Landsberg Chemisfhe, Fabrik (Fr. P. 
432873) first concentrate the acid at 150” to 160'' to about 
61° B^., and then introduce it in a finely divided state into 
a tower or other appropriate apparatus ‘in which a partial 
vacuum is maii]tained, and in which the temperature is 
regulated by the admi.ssion of heated air, 
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Concentration of Sulphuric Acid by Electricity, 

Bucherer [Chem, Zeit^ 1893, p. 1597) makes the following 
calculation : — The production of 100 kg. acid of 66° Be. from 
1 17 kg. acid of 60° B6. requires 32,679 large calories, 
corresponding to 

32^ 79 X 4.2 X 10 ^ ^ electrical h.p. hours; 

736 X 3600 

calculating the electrical h.p. hour = |^., the above is equal to 
£\ per ton (on the large scale). Further estimates of the 
amperage and voltage, the platinum surface, etc., must be 
passed over here as being entirely hypothetical. 

Haussermann and Niethammer (67/^;;/. Zeit., 1893, p. 1907) 
have made actual experiments on this point. As might be 
expected, only alternating currents can be employed, since 
otherwise an electrolysis takes place. The concentration is 
very easy, but requires 1490 watt-hours per kg. This seems 
to exclude every possibility of practical application. 

Peuchen and Clarke (B. P. 24739 of 1893) propose both 
purifying and concentrating sulphuric (and acetic) acid by the 
electric current, eventually proceeding up to distillation. They 
propose electrodes mechanically revolving round a hollow 
shaft within the boiling acid ! A fresh patent of theirs (Ger. 
P. 83526) describes stationary electrodes for the same purpose. 

Wacker (B. P. 3183 of 1895) proposes concentrating 
sulphuric acid by electricity, with introduction of SOg. 

Johnson (Amer. P. 825957) concentrates sulphuric acid 
containing SO.^ by an electrolytical treatment? which oxidiies 
the SO2 ; more of this is constantly introduced. 

Protection against Leakage of Acid into the Cooftng^water, 

Will (Ger. sample protection, Nb. 416830) j5laces in the 
cooling-water t^o •zinc plates which are filled with clamps 
above the water-levels, and which in «ase of any acid leaking 
into water electroly^tically set an«alarum into motion. 

• 

General Remarks, 

Loew (Z. angew, Ghent,, 1896, p. 259) gives some caldilations 
with respect to the work done by concentrating-apparatu^ for 
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sulphuric acid. In the case of platinum stills the work 
performed is in inverse proportion to the strength^ of the 
acid distilling off; the stronger the distillate, the less 
concentrated acid is produced, although even more fuel 
is consumed in the former case. Any contrivances, like 
Prentice’s corrugated bottoms or partitions, inside a long 
still which diminish the mixture of the dilute acid entering 
and the concentrated acid leaving the still are useful in this 
direction. Turning to the concentration by hot air or fire- 
gases, we can calculate the amount of fuel required, if we 
ascertain the necessary data. Thus, for instance, if the gas 
leaves the apparatus at a temperature of <So", and saturated 
with steam, we shall require 6-12 parts of carbon to produce 
100 parts acid of 95-6 per cent, from the corresponding quantity 
of acid of 64-5 per cent, assuming the latter to enter at 20" C. 
and the former to issue at its boiling-point Fuel producing 
steam during its combustion is less advantageous than coke. 

Monohydrated Sulphuric Acid. 

E'er some purposes sulphuric acid containing no water, or 
hardly any, and corresponding pi nearly as possible to the 
formula H2SOJ, is required. Such acid is extremely useful 
in certain nitrating and sulphonating operations, connected 
both with the manufacture of explosives and that of colouring- 
matters. So great, indeed, has been the want of such a mono- 
hydrated acid, that many manufacturers made it by mixing 
ordinary rectified oil of vitriol and Nordhausen fuming acid, in 
wrfiich case thc^SOo contained in the Nordhausen acid combines 
with the excess of water existing in the rectified O.V. to form 
H2SO4. This was, however, formerly a costly process, as is 
shown in our secoiicl edition, pp. 738 and 739, and therefore I 
worked out gmolhcr proems. At the present day the cheapening 
of fuming J 3 .V. produced by the contact^ method makes this 
process unnecessary, but as it is carried out on a new principle 
we shall retain its description here. 

My proposa.\Jrccriug out tlie monohydrafCe from good rectified 
O.V. (Lunge’s B. Ps. 96 of 1883 and 4430 of 1887, the former 
communicated to Walter Weldon, the latter to John Brock), 
has been carried out with full success at several alkali-works. 

Sulphuric acid is concentrated in platinum or iron stills to 
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97 per cent. H.,S04, or a little more, if convenient, and is then 
cooled down in the usual manner. It is then conveyed by 
air-pressure or in any other suitable manner to the store- 
tank A, placed at a somewhat higher level than the “charging- 
box” B of the freezing-machine (Figs. 465 to 468). Instead 
of running the acid directly from A into B, it is conveyed down 
to the ground-level in a conduit (’, in which is interposed a 
cooling-worm or other refrigerating contrivance, D. The pipe 
C, with an interposed shutting-off tap, E, rises a little above 
the top of the charging-box B, and then descends into the top 
of this box. The object of tap E is to shut off the communication 
between A and B during the time a charge is being blown 
out of B. 

The charging-box B is made of iron, and is of such a shape 
that it stretches from side to side right across the tank 
containing the freezing-cells. It is divided by vertical 
partitions into the same number of divisions as that of one 
row of iron freezing-cells G, and each of these divisions is 
made of such size that on blowing out its contents it exactly 
fills one of the cells, G, to a suitable height. The partitions 
do not reach quite up to the lid of the charging-box B, so that 
all the divisions are filled by the supply-pipe C from the store- 
tank A, and their contents are forced out simultaneously by 
means of the compressed air acting through a pipe K inserted 
into the lid of the charging-box. Pipe K rises to a higher 
level than the top of the store-tank A before descending to 
the air-pump; consequently when A is put into communication 
with B, the acid fills the entire box B and risei in the air-pipe 
K up to the level of the store-tank, but it cannot overflow into 
the air-pump. Pipe K is provided with twg taps^^f whicb L 
communicates with the air-pump, and M with the open air ; 
the latter tap il opened while the b(ix is beirfg charged with 
acid, and is shut^inynediately afterwards. ^ 

Each of the divisions of box B is provided with a discharge, 
pipe, H, which begins immediately over the curved bottom of 
♦he box, passes out of the lid, and rises upwards so far that 
no acid can overflow during the charging of, B from the store- 
tank A: The discharge-pipes H H then descend side by side, 
so that the lower end of each is just above one of the freezing- 
cells G. Thus, as soon as the •compressed air begins to* act 



1216 THE CONCENTRATION OF SULPHURIC ACID 


upon the surface of the acid contained in the box, all the 
discharge-pipes begin to play simultaneously, and all the 
freezing-cells belonging to that particular row are filled at 
the same time. When this has been done, a leaden dish, J, 
is brought underneath the ends of the pipes, to catch the acid 
draining out of them and convey it away. The row of freezing- 
cells, which is suspended in an iron frame, N, is moved by 
means of a travelling-crane, O, to the other end of the freezing- 
tank F, which contains a number, say lo or 15, -of such rows of 
freezing-cells. The space between the cells is filled with a 
solution of calcium chloride, kept at a low temperature, say 
— 20° C., or somewhat more or less, by means of any convenient 
cold-producing machine. Each time a fresh row of cells has 
been filled the frames containing the other rows, which rest 
on pulleys, are moved towards the front end of the tank, so as 
to allow of the last row of cells being lowered into the back 
part of the freezing-tank. 

When the row of cells which has been longest in the freezing- 
tank has been sufficiently cooled down, it is lifted out by means 
of the travelling-crane 0 . The cells are then dipped for a few 
seconds into a vessel containing w^tn water, in order to detach 
the frozen mass from the sides of the cell by superficial fusion ; 
and when this has been effected the cells arc lifted out and 
are tilted into a spout or trough, P, care being taken to prevent 
any of the water adhering to the outside of the cell getting 
into the spout. The spout P contains an Archimedean screw, 
Q, which crushes up the frozen mass and conveys it into a 
cast-iron centrifugal machine, R, placed beside the apparatus. 
The cells G are then righted again and are ready to receive 
ano'ther chargee o( rectified oil of vitriol. By the action of the 
centrifugal* machine R the frozen mass is rapidly separated 
into a white brystallis^d mass of monohydrated sulphuric 
acid and a^mothcr-liquor consisting of lesj concentrated acid. 
The latter is either sold in this state (it is equal in strength to 
good rectified O.V.), or* is brought up to full strength by the 
ordinary processes of concentration. The> solid mgnohydrate 
s<;ooped out of g. into a pan, S, made of iron enamelled inside, 
and surrounded by a warm-water jacket; here it is melted, 
and is, by means of a tap, run out into carboys or other vessels 
intended for storing and carr/ing the product. 
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My just-described process for manufacturing monohydrated 
sulphuric acid by freezing was carried out on a large scale in 
Germany (Griesheim), France (Petit-Quevilly), and England 
(Widnes), and worked for many years. Only in 1900 it was 
given up at Griesheim, having become unrcmunerative through 
the cheapening of fuming sulphuric acid, in consequence of the 
development of the contact processes for the manufacture of 
sulphuric anhydride. 

Osterberger ’and Capelle describe this process, as carried 
out at Petit-Quevilly, almost exactly as above (/)W/. Soc. Ind.^ 
Rouen, 1889, p. 307 ; /. Soc. Chem. hid., 1890, pp. 390 and 507). 

Moranie {Ann. cJiim. anafyt., Sept. 1909) gives an analysis 
of acid of 66 ° Be., obtained by freezing for twenty-four hours 
at —2" to 8'', showing a remarkable degree of purity. 

A proposal by Messel (B. P. 1201 of 1878) to prepare mono- 
hydrated sulphuric acid by passing pyrites-kiln gases through 
concentrated sulphuric acid, in order to absorb the SO., con- 
tained in the gases, need only be mentioned here. 

Packages for Sulphuric Acid. 

Sulphuric acid was formerly always, and is even now to 
a great extent, sent out in large glass bottles or carboys of 
about 15 gallons capacity, packed in baskets with straw, the 
projecting necks being still further protected by straw ropes. 
They are closed by earthenware stoppers dipped in melted 
brimstone and put in quickly before the sulphur has solidified. 
Mostly damp clay is put round the top and a linen rag is tied 
all over it. Often, especially for short distance^ the brimstoge 
is omitted. The baskets last only a short time when exposed 
to the weather and the damp soil, and especially when ^ny 
acid gets at them. This is sometimes difficlSlt to 9 void : after 
the first use a tfew drop? of acid ruy down the ^nec*k of the 
carboy and find^ their way to the bottom of the basket; and 
the floor of the warehouse, where they are placed, is not easily 
kept entirely free from acid. Therefore the bottom of the 
basket is damaged first ; and on* lifting the carboy ‘the bottle 
filled with 'acid sometimes forces out the bottom of the basket 
by its weight and falls through. For this reason a damaged 
basket ought never to be sent out ; some works go upon the 
principle of always packing the returned carboys in ftesh 



1218 THE CONCENTRATION OF SULPHURIC ACID 


baskets. The baskets stand much longer when they are dipped 
two-thirds of their height in coal-tar. In England, baskets made 
of stout iron wire or of thin hoop-iron are commonly used, 
protected against quick rusting by a thick coating of coal-tar. 
In the north of England frequently, sometimes also in Germany, 
carboy-tubs are used, made of small staves, tapering a little 
downwards, and bound with iron hoops ; the bottle is put in, 
packed in straw, with only its neck projecting ; a circular cover, 
provided with a hole for the bottle-neck, is put on and fixed. 
These tub-carboys arc rather clumsy and somewhat dearer than 
basket-carboys, but much more durable ; and they afford the 
great advantage that railways, barges, etc., carry them in two 
tiers one above the other, which they never do with basket- 
carboys. 

In America, cubical cases are employed, kept together by 
iron, hoops ; the bottles are put in with sea- weed ; they cost 
one-third of a dollar per cwt. In France, and also at Aussig in 
Bohemia, stoneware jars of the size of ordinary glass carboys, 
and of the same clay as is used for “ bornbonnes” (acid- 
receivers), are frequently employed ; these can be moved about 
at the works without baskets, must be put into baskets 
for sending out. At Beauvais, where they are made, they 
cost franc each. 

Sometimes the glass carboys are surrounded with infusorial 
earth, which in case of breakage absorbs the acid, whilst in 
the case of the ordinary straw-packing it runs out and may 
injure the men or damage railway-trucks. (This way of packing 
i% especially useful in the case of nitric acid, which may cause 
a fire when coming into contact with straw.) 

‘A special kind of carboy-hampers has been patented by 
Garneri^(^f . ^Tgo of 1883). “This basket is built up of 
numerous sfandards of^wood, thin and clastii. The base is 
preferably ^om posed of two conical and cpnqpntric rings, thin, 
and of 5 to 6 cm. ( = 2 to 2f ins.) in diameter. The standards 
are bound and fixed at equal distances between the two conical 
rings. Wooden rings, placed at intervals in the height of the 
basket, are fixed jDOth on the exterior and interior* by means 
of a jointed mould, which gives to the basket the desired 
contour, according to the carboy or other article it is intended 
to contain.” 
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Schleicher (Ger. P. 18112) employs tight-fitting wickerwork 
baskets, the upper part of which is removable and is connected 
with the lower part by wire fastenings. This plan is shown in 
Fig. 469. b indicates the glass, e the joint between the two 
parts of the wickerwork, the removable part of the latter, 
c d the cover. 

The Marple Chemical Co., Marple, near Stockport, sells 
“Carboy Protectors” for the tops of acid-carboys, as shown 
in Fig. 470, which admit of stacking up to four tiers of carboys 
over one another without any risk of breakage. 

Mauser (B. Ps. 11095 and 21986 of 1902) provides the 
hampers with a top kept down by springs, or suspends the carboy 
in the hamper by springs. 

cl 


Fig. 469. Fig. 470. 

Junckers {Chcm. Zeit, 1902, p. 582) employs for acid- 
carboys a new kind of funnel, closed at the tpp. Only twp 
openings are left, one of them for inserting the pipe or tap 
from the filling-vessel, the other one, provide d wit h a n^ck, 
for conducting away any vapours formed. ^ BjT^making the 
joints with the feeding-pi^e or tap aijd with the pect of the 
carboy tight by means of india-rubber washers, an^ loss and 
damage to the carboys through acid splashing about is 
avoided. * 

Mann (Ger. P. 1^9834) describes a contrivance fbr closing 
carboys in 'Such a way that the channel for allowing gases to 
get out is not in constant communication with the outer air, 
>fit automatically opens when a certain tension has* been 
reached, and again closes by itselfiwhen this tension is lowered. 





1220 THE CONCENTRATION OF SULPHURIC ACID 

i 

Figs. 471 and 472 show this. The ball 0 opens into the chamber 
n ; to prevent 0 from falling out, a bandage/ is fastened over the 
orifice of ti ; it possesses a small hole for the vapours to escape. 

Several contrivances have been invented for emptying acid- 
carboys. Some of them consist of iron frames adapted for tilting, 
others of apparatus adapted to the carboy-necks and acting on 
the principle of a chemist’s wash-bottle, the necessary air- 
pressure being produced by a small force-pump or by an india- 
rubber bag with treadle. These and other H:ontrivances are 
described by Oppler in his report on the Berlin Exhibition of 
Apparatus for preventing Accidents {Chem. Ind., 1889, p. 528). 
Cf. also the siphons, etc, shown, pp. 696 et scq. 

The Aktiengesellschaft fiir Anilinfabrikation at Berlin has 
patented (Ger. P. 8305; Wagner’s jahresber., 1880, p. 236) an 
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apparatus for carrying acid-carboys without in any way putting 
stress on the handles or other parts of the hampers, so that the 
carboys can ba. safely handled even in rotten hampers. Other 
contrivances of this kind consist of hand-trucks, on which the 
cai*boys are susp^ded from chains, as shown in Fig. 473. 

Nevertti^ess it frequently happens that glass carboys get 
cracked, either* in handling or by the jolting df railway trucks ; 
and the ajid running out is not merely ^pst^ but often does a 
great deal of damage. The railway and steamboat companies 
accordingly will only accept acids (sulphuric acid, as well as 
other mineral acids sent in carboys) at tho' sender’s |*isk, or else 
at very high rate^ for carriage, and only send them by certain 
trains. Under all circumstances, on account of the bulky nature 
of this merchandise, a very much higher rate is charged for its 
conveyance than corresponchs to its weight. A truck which 


CARBOYS 


1221 


carries lo tons of goods in casks can only carry about 2^ tons of 
vitriol in carboys. The additional cost of carriage is therefore in 
direct proportion to the accompanying dead weight and bulk ; and 
as such the water must be regarded which is contained in acid 
of 144'' Tw. (brown vitriol) over and above that in strong vitriol. 

The cost of carboys also amounts to a good deal. It differs 
very much, according to whether the situation is more or less 
convenient for purchasing the bottles, etc. ; but it will hardly 
ever be under £2 per ton of real acid, and is proportionally 
much higher for brown vitriol containing 78 per cent, of SO4HJJ 



Fig. 473. 

• • 

than for strong vitriol with 93 per cent, of SO4H.V Of course, the 
empties are mostly returned ; but there is always much breakafgc, 
and for longer distances the return-carriage i.-Aol^HITfer. 

It follows fro^n this that it will only pay for a certain distance, 
differing very much according to local circumstances, to send 
out brown vitrioF of 144“ to 152® Tw. in glass carboys; when 
the distance exceeds that limit, the extta cost of packages and 
transit becomes equ^ to or more than the cost of Actra con- 
centration, • **and the consumers prefer to buy strong vitriol of 
168'' Tw. Habit or, more strictly speaking, ignorance causes 
some consumers to buy acid of 168°, when 140“ or even chamber- 
acid would do quite well. 
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As reported in the Chem. Trade /., 1911, xlviii. p. 568, 
the English Railway Companies have adopted the following 
rules for the conveyance of acids in carboys : — 

Definition of Carboys. — The term “carboy,” as used in this 
classification, means a globular bottle of not less than 12 gallons’ 
capacity, made of glass not less than -J in. thick in any part, 
free from striae and bubbles, carefully annealed, and with the 
initials of the maker on the neck. 

Packing. — The carboy must be firmly packed in a hamper of 
iron or wickerwork, with a minimum thickness of ^ in. of straw 
packing between the hamper and the carboys. This packing 
must be renewed as soon as it loses its elasticity, and the 
hamper must be kept in good repair. 

Loadhig: Full Loads. — All carboy -hampers to be tied 
together, any space remaining at end or side of wagon to be 
filled tightly with suitable packing. Small consignments: 
Carboy-hampers to be tied together, the carboys to be loaded 
at one end of the wagon, and secured there, either by a retain- 
ing bar, or by tying the carboy-hampers to the wagon-ends 
with rope. 

In view of the large numbey)f carboys broken in transit, 
chemicals in carboys must not be loaded on the top of other 
goods, or in the same wagon with goods named in the foregoing 
paragraph, or any other goods liable to be damaged in the 
event of the breakage, or leakage of the contents of the carboys. 

All carboys must be securely bunged or stoppered and 
luted, except when containing hydrochloric acid, in which case 
^jghtly fitting jtraw-bungs may be used, if they be securely tied 
over with string. 

•The rules concerning nitric acid packages are given suprh^ 
p. 258. 

Tai^-iv^gcnts. — Wh^n supplyii^^ large •consumers, and 
especially when sending great distances b^ land, glass carboys 
are not now employed for the carriage of sulphuric acid. For 
some time leaden or co*pper vessels were used for this purpose, 
but these* have been abandoned for wrought-iron vessels^ more 
especially tank-ivagons. Balmain & Menzies patented in 1869 
this way of carrying sulphuric acid, which, however, seems to 
have been previously in use locally ; its general use appears to 
date from 1880. The stronger the acid the less danger is there 
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01 any aciion upon the iron; but even down to 130” Tw. it 
can be safely carried in iron, provided there are no injurious 
impurities present, such as nitrous acid, and that the air has no 
access — the latter, because its moisture condenses on the surface 
of the acid, forms a layer of dilute acid, and corrodes the iron 
in that place. 

The iron acid-tanks are sometimes made of an angular 
section, like ordinary railway-trucks; but these have been 
almost entirely ssperseded by cylindrical boiler-shaped tanks of 
10 tons’ capacity. A great advantage of the latter is, that they 
resist pressure, and that, at the consumer’s works, they can be 
fitted with an arrangement for forcing the acid out of them into 
a store-tank on the premises, so that 
the tank-wagons are at once emptied 
and can be sent back to the seller’s 
works. Smaller tanks of this kind, 
say holding 2 or 2. I tons, can be used 
for road-trafific. 

Norrenberg Ltd,, 1896, p. 

553) gives special instructions for clean- 
ing out tank-wagons used for sulphuric 
acid. 

Iron tank-wagons can be used for 
concentrated acid as well as for chamber- 
acid. The thickness of the plate for acid 
down to 140'' Tw. is generally 2 to 
in., for chamber-acid in. The plates 
must be very well riveted together and tightly caulked, ^ 
any leakage of acid will cause a strong corrosion on the 
outside, in spite of the self-evident precaution of keeping the 
iron very well painted with coal-tar varnislL ‘TPor the same 
reason the tank», when enJpty, must bejkept tiglftly .closed ; any 
part temporarily^ exj^osed to the air, e,g, manholes, etc., should 
be covered with sheet-lead. 

The emptying takes place b^ means of a siphon, or else 
by an angular valve-dtap as shown in Fig. 474, or by* an india- 
rubber hos6 closed by a strong clamp. India-rubber, however, 
should be employed • only for chamber-acid. The valve is 
made of gun-metal (ordinary, not phosphorous bronze,* which 
does not resist the acid so welh); the iron spindle is caused 

4 I 



Fig. 474. 
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with hard lead up to the screw-thread, the stuffing-box is packed 
with asbestos. 

In spite of all precautions, a little gas is generally evolved in 
acid tank-wagons made of iron, which, in opening them, may 
cause some acid to splash about and injure the men. This is 
avoided by a contrivance constructed by Vorster and Griineberg 
(Oppler, Chem. Jnd., 1889, p. 528). On the top of the boiler-tank 
there is a pipe, and within this another pipe, closed at bottom 
and open at the top. The annular space thus formed is closed 
at top and open at bottom. The inner pipe has two lateral 
openings near its bottom ; through these the gas collected in 
the boiler-tank gets into the inner pipe and thence escapes 
outside, whilst the acid carried along collects in the annular 
space between the pipes and runs back again. 

Pfeifer (Z. angew. Chem., 1908, pp. 98 to 104) discusses tank- 
wagons for acids in detail. Square tanks on these wagons 
arc more easily placed on wheels and more stable than 
cylindrical tanks, but in every other respect cylindrical tanks are 
to be preferred. The experience gained in the construction of 
steam boilers comes in very usefully here. Cylindrical tanks 
are cheaper than square ones ; th^fC^nds are more easily put on ; 
they are more easily and quickly emptied, and more easily 
cleaned. The way of putting them on the wheels is described 
in detail. They are filled through the dome, in which there is 
an air-hole, covered with fine-meshed wire-gauze in order to 
prevent explosions by a fortuitous taking fire of the mixture of 
air and gases over the acids. Directly underneath the charg- 
iqg-hole is thp discharge-pipe, which is divided into two 
branches, each of them provided with a tap; there is also 
a shutting-off valve inside the cylinder, the spindle of which 
comes out aF the^dome. Sometimes diaphragms arc provided 
in the cy*lin4er,*in order Jo prevent excessive oxidations of the 
acid in shunting, etc. (see below). The prqdujtion of the iron 
against the acid may be effected by a lead lining, but ebonite is 
preferable for this purpo‘^se. ^ 

Acid-boats . — Where the acid has to be carried on panals, the 
boats may be arranged as tanks by lining them with lead (which 
in such cases is much more suitable than for railway carriage) 
or even* with iron. As was shown by Kuhlmann, jun., in 1878 
(C/um. Ind.^ 1879, p. 333), such* boats when used for this purpose 
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are subject to dangerous shiftings of the centre of gravity by 
the oscillations of the acid ; but this is entirely prevented by 
providing longitudinal partitions, leaving an air-space widening 
out at the top, as shown in Fig. 475. 

Holden (B. P. 3805 of 1877) proposes to construct acid- 
tanks from wood which has previously been warmed and soaked 
with paraffin. The edges are to be made tight by a solution of 
gutta-percha in naphtha. 

For sca-tran^ort wooden boxes lined with lead are usually 
employed ; iron would probably answer better. 



Fig. 475. 

Vorster and Gruneberg (Ger. P. 24748) proposed the 
following plan, especially with a view to sea-carriage: — Dry 
and finely divided kieselgu/tr (infusorial earth) is saturated 
with three or four times its weight of strong sulphuric acid. 
The product, which contains at least 75 ge^cgjt, of a'cid, 
retains its pulverulent form and can be tr^s'ported by land 
or sea in lead-boated sheet-iron ves^ls withdut .any risk of 
breakage. Whep i^ reaches its destination the majs is either 
used directly or is diluted with water, and the acid is separated 
from the kieselguhr. [This pl^n has* not been found very 
practical, nor does it> seem to be called for, as the pure (liquid) 
acid itself can be sent out perfectly well in^sheet-iron vessels 
closed by screw-plugs.] 

White and Rickman (B. P. 17095 of 1887) for a 'similar 
purpose mix sulphuric acid ^ith anhydrous sodium* or 
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magnesium sulphate (hydrochloric acid with calcium or 
magnesium chloride), dissolving the salt in the acid by the 
action of heat, and allowing it to solidify on cooling. The 
salt frequently does not interfere with the use of the acid. 
This plan is evidently not practical. 

“Special steel casks for strong sulphuric acid,” ranging 
from a capacity of 20 to 450 gallons, of barrel shape, are 
manufactured by The Steel Barrel Company, Ltd,, Phoenix 
Wharf, Uxbridge. 



C HAPTER X 

ARRANGEMENT OF A SDEniURIC-ACII) WORKS ON THE 
CHAiMMER PLAN; VIELDS AND ('OSTS 

Although it is obvious that no fixed rules can be laid down 
as to the way in which a sulphuric-acid factory should be 
planned, yet a few remarks upon this subject may be of some 
use. In the first place, the arrangement of acid-works depends 
upon whether they are to supply only chamber-acid or acid up 
to, at most, 150 Tw., or rectified O.V. The first case, which 
is that of fertiliser-work.s, and even of some salt-decomposing 
works, is, of course, the simplest, no concentrating-apparatus 
whatever being required. Formerly such works usually did not 
possess any, or only small, Gay-LusS^c or Glover towers. Put 
although the latter in this case are not called upon to furnish 
a larger quantity of strong acid than is needed for the Gay- 
Lussac tower, and although they do furnish much more than 
that, yet water has sometimes to be used in order to bring the 
acid down to the strength required ; but it is most irrational, 
in view of the waste of water, the yield of acid, and even the 
nuisance produced by noxious vapours, to work without any 
or without fully efficient Glover and Gay- Lu^gc^ layers. 

Where acid concentrated up to 140'' or 150' Tw., but of no 
special degree f^f purity, is required (t^iat is, gcner^ally in works 
decomposing s^t ^nd for a few other purposes), if is easy to 
obtain the whole of the acid of that strength without any 
special concentrating-apparatus^ by means of Glover towers. 
Where, however, piirer acid has to be made, either for sale or 
for further concentration in glass or platiruim, concentrating- 
pans must be provided. These may be heated eithej by the 
heat of the brimstone- or pyrites-burners, and they are then of 
course placed over these or elsfi over the flue conveying* the 
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kiln-gases lo the Glover tower; in either case no separate 
ground-space is required for them. 

Or elst (which we deem unnecessary in all ordinary cases 
they art heated by special fires, cither from the top or from the 
bottom, or l3y*stcam. Most frequently room will be found foi 
tills under the acid-chambers or immediately adjoining. 

Finally, where rectified oil of vitriol is made, this can be (anc 
in many cases is) done underneath the chambers ; but more 
usually, especially in the case of glass retorts; a special retort 
house is constructed for this purpose. 

Without taking any further notice of the last concentratior 
of the^ sulphuric acid, we. make the following remarks on the 
arrangement of the remaining apparatus. The lowest level h 
always occupied by the pyrites- (or brimstone-) burners ; onl) 
there must be space left for wheeling away the cinders 
Accordingly the 'burners are always erected on the ground 
level ; and the stone-breakers, if present, are mostly placed or 
the same level. The pyrites in large works arrives on r 
railway resting on trestles (gears) and is tipped between th( 
trestles, in order to be taken away as it is wanted, to be broker 
and laid in front of the kilns, ^herc the supply of ore i: 
quite regular, the stone-breaker can be disposed so that th( 
ore will pass direct from the railway-trucks through th( 
breaker, and arrive broken on the ground-level, thus saving 
labour. Where the ore is broken by hand, or where it arrive; 
in large and irregular parcels, this cannot be done ver) 
well. 

c Unbroken pyrites, especially non-cupreous, can be stored ir 
the open air without much damage; but after breaking il 
should be ^otccted from the rain. It is sifted directly after 
the dust is store"S apart from the lumps ; and both are taker 
to the burner^ across ,-i weighing-machine. * The breaking 
sifting, an(J storing of the broken pyrites , nearly always takei 
place underneath the chambers. Where these are high enougl 
'above the ground, the burriers themselves can be placec 
beneath them ; otherwise they are erected in a separate shec 
immediately adjoining, and it is advisable to take this coursi 
even ip the former case. Any cooling-pipes or tunnels an 
arranged along the side or on the top of the chambers. When 
thof burners are built under the chambers, the outer pillars o 
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these must be connected Dy a light open-work wall, to keep the 
wind off the burners. 

The nitre-ovens, where such are provided, are always built 
at the end of each set of burners and as a continuation of it 

The steam-boilers are also sometimes placed under the 
chambers ; but it is decidedly better to put them in a shed 
outside, both in order not to injure the timber of the chamber- 
bottom by steam leaking or blowing out of the safety-valves, 
and to save tl;ie boiler-plate from being corroded by any 
accidental droppings of acid. In case of an explosion the 
damage will then not be quite so serious as if the boilers stood 
directly underneath the chambers. 

As the burners are built on the ground-level, as the chambers 
are in any case erected at a certain height above it, and as the 
gas-pipe also enters into the upper part of the chamber, the 
gas-pipe must ne|essarily rise a good deal ; and the conditions 
of draught arc thus satisfied. 

If, however, a Glover tower is to be used, it must be placed 
between the burners and the chambers, iftrmerly a few burners 
were sometimes set aside for working the nitre-ovens by their 
heat and taking the nitre-gas direct into the first chambers ; 
this is now rarely or never done, l^ut each set of burners is 
followed by the nitre-ovens and then by the Glover tower. 
Where liquid nitric acid is employed, the nitre-oven is simply 
left out. The Glover tower itself must be placed with its base 
rather higher than the top of the gas-flue over the burners. 
In this way the burner-gas can travel horizontally to the tower; 
but it is generally made to rise a little higher and to descend 
slightly into the tower, so that any acid splashing into the pipe 
runs back into the tower. Usually the levels of the Glpver 
tower and the chamber are planned in such a way that the gas 
issuing from the tower cam still enter the cham^ier below its top. 
This secures good draught into the chambers, provided there is 
a sufficiently stVoifg pull at the exit end. Where "this is not 
the case, the indispensable draught in the pyrites-burners is 
sometimes brought about by taking the gas up aihigh Glover 
tower, or else upwards from the tower through a special pipe, 
and then down again through the chamber-top {cf. p. 91 1). In 
some cases injectors or fan-blasts are made to produce the 
necessary draught (p. 753). 
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On the other hand, the chambers are sometimes placed so 
high that the top of the Glover tower is below their bottort, 
and the chamber-acid can be run directly into the tower. 

The chambers, as already mentioned, are either arranged so 
that their floors are all at the same level, or so that each 
following chamber is from i to 3 in. higher than the preceding 
one. A greater difference is not necessary, but is sometimes 
employed for local reasons. From the last chamber issues a 
pipe connecting it with the Gay-Lussac towei;, which can only 
exceptionally be placed on a foundation so elevated that this 
pipe need not descend — certainly a preferable arrangement if 
the levels permit it. Provision must also be made for inter- 
posing a long cooling-channel between the last chamber and 
the Gay-Lussac tower, unless there is a special small chamber 
provided for cooling and drying the gas, which chamber 
receives no steam. 

In any case the Gay-Lussac and Glover towers should be 
combined into a set^ with the neces.sary tanks, air-pump, acid- 
eggs, etc., arranged at the foot, by which the attendance will be 
much facilitated. In large works with several sets of chambers 
it is preferred rather to combine several Glover towers, and in 
any case several Gay-Lussac towe^, to form a set. 

In the previous editions of this book drawings of a .set of 
chambers with appurtenances were given to serve as a general 
guide for the observation of the ju.st-mentioned rules. Not to 
.speak of the first edition, even the drawings contained in the 
second edition arc somewhat out of date now. Fortunately I 
am enabled, by^the kindness of Mr Niedeniiihr, to show modern 
plans for two separate cases, drawn expressly for this book. 
The first case (Figs. 476 to 479) is that of works on the old and 
hitherto most general style, where no special means are 
employed for diminishing the chamb6r-space. ^The plans show 
how such chambers and their belongings can be most suitably 
built in a climate where they must be erifclo*sed in buildings. 
In England this is usually not done, but the alterations to be 
introduced^ in the latter case are easily understood {cf, p. 
6r6). 

On the necessarily adopted small scale most details of 
construttion and auxiliary apparatus cannot be shown, and for 
thes^ we muJt refer to Chiipter V., where also the details 
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of the French (p. 608) and American systems (p. 61 1) will be^ 
found. 

The plant shown here is intended for the production of 20 
tons real monohydrated H2SO4 per twenty-four hours, in the 
shape of the corresponding amount of chamber-acid. This is 
a somewhat large set, but Mr Niedenfuhr considers it best to 
work on such a scale, if all modern improvements are applied. 
Since all dimensions are given (in metrical measure), the 
reduction to a <imallcr size can be easily made, where such is 
required. 

Aj ... A^^ are twelve pyrites-burners for pyrites in pieces. 
The burner-gases pass through the flue-dust chambers B, an 
ascending gas-flue C, and a cast-iron pipe D, lined with fire- 
brick, into the Glover tower E, and from this by pipes Fj and 
Fo into the first chamber Gj in its upper part. They leave this 
chamber on the opposite side near the bottom through three 
pipes Ho, H.j, connected with a common pipe H, which 
ascends and introduces the gases into the' second chamber Gg 
near its top through pipes H., H,;. In the same way the 
gases issue from G.„ through Ij, lo, I.^, ascends through I, and 
enter through I^, J., 1^., into the third chamber G^. The 
object of dividing the gases among thjee inlet- and outlet-pipes 
is to utilise the whole section of the chamber for the process 
and to avoid any dead corners. * 

From the third chamber the gases travel through the long 
pipe K, where they are cooled and dried, into the Gay-Lussac 
towers. At the lowest point of K the condensing water is 
discharged. The gases pass .seriatim through the two towers 
L, and and issue from the latter into the atmo.^phere, unless 
it is preferred to pass, them into a chimney, or, preferably,«to 
draw them out by mechanical mcaiLs. 

The total cubic space df the chambers is aboiit 310,000 cub. 
ft., which, according to the experience with ordinary chambers 
at the majority \^f German works, is required fof the regular 
daily production of 20 tons HgSO^ in "the shape of chamber- 
acid. [This is as nearly as possible =19 cub. ft.^per lb. of 
sulphur burned, anfi corresponds with the practice of the 
majority of English works; but much* less space. is required for 
the “ intense ” or “ high-pressure ” style of work, cf. pp. 639 ctseq.] 

The Glover tower in its lower |lalf is packed, with a net^vork 
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of bricks on edge, in its upper half with dishes. ' The first Gay- 
Lussac is packed with dishes, the second with coke. 

Fig. 476 is a plan of the whole plant, the store-tanks below 
the chambers and above the towers being marked in dotted 
lines. Fig. 477 is a sectional elevation on the line A — B, 
through the dust-chamber, Glover tower, and first acid-chamber ; 
Fig. 478 is a sectional elevation C— D, through .the pyrites- 
burners, showing one of the Gay-Lussacs and chamber G<j in 
front elevation. Fig. 479 is a sectional elevation on line E— F 
through the chamber building. 

The building for the vitriol-chambers is planned in an* 
economical way, proved to be both cheap and efficient at the 
various works of the Rhenania Company, The chambers rest 
on brick pillars of such strength that they can be reduced to a 
small number, and thus permit of properly utilising the space 
below the chambers for various purposes. The space round 
the chambers themselves is ca.sed in wood, and the roof is 
covered with roofing-felt, with a ventilating rider. 

The plans do not show the steam-boilers ; it is understood 
that the steam comes from zf central plant through the 2-in. 
pipe M (Figs. 476 and 477), froin which branches ... 

I in. wide inside carry the steam^o the centre of the chamber- 
top. The ascending part of the steam-pipe is provided with a 
tfap for the condensing water in its lowest point; the mains 
M above the chambers descend slightly towards the pipes 
and Mi 2> which carry away the condensed water. \Cf. on 
feeding the chambers with water in the shape of spray, pp. 728 
et s'eq.'] 

The Glover tower is served by two acid-tanks R^ and Rg, 
placed on its cop, for nitrous vitriol and chamber-acid (from G.^). 
At Its bottom the acid runs through two coolers Sj and Sg into 
tank R;;, from^ which it is lifted by palsometer^ Pi into tank R^, 
which supf)lies the Gay-Lussac tower Lg. The weak nitrous 
vitriol issuing from the latter runs into R,; and is lifted by 
pulsometer Pg into R^, in order to be enriched in tower Li* 
From this it runs into R- and is pumped by pulsometer P3 into 
Rj, serving for the Glover tower. R.2^ on the same tower 
receives acid from chamber G.{ through pulsometer P^. 

Mf Niedenfuhr has also furnished the following estimate of 
cost^ based ot, his practical ^^xperience and on German prices 
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in 1902. I translate his figures into English measures and 
money : — 


I. Ground-spaciy 27,000 superficial feet . 


;^2,500 

II. Buildingy for burners 3770 superficial feet . 

„ . for chambers, 14,500 superficial feet, in- 
cluding brick pillars, wood casing for chambers, 

;^420 


felt roof and chamber frame 

2,960 


Foundations and frames of towers . 

120 


Sundries, inclu^ling boiler-shed 

300 


1 1 1 . Sieam-doilers and machinery— 

Steam-boilers 430 superficial feet heating surface. 


3,800 

including brickwork, etc. 

300 


Air- and water-pumps .... 

120 


Pipes for steam, air, and water 

125 


Pulsometers, including erection and acid-pipes . 

205 


I Pyrites-burners— - 


750 

12 lump-burners . . . . » . 

Dust - chambers, nitre -ovens, connection witii 

900 


Glover-tower ..... 

225 

1,125 

\\ Chambers and io 7 vers- 

240 tons lead, at i6s. 6d. per cwt., incli^ling cost 


of burning and materials for same 

3>900 


Materials for packing Glover tower, etc. . 

300 


„ „ Gay-Lussac towers . 

475 


Sundries ...... 

325 



— 

5,000 

VI. Sundries (reserve) ..... 


i» 32 S 

.£i 4 > 5 oo 


For the second case (as explained, pp. 668 ct Figs. 4804:0 
485 give sketches of a set of chambers designed by Mr H. H. 
Niedenfiihr, as embodying the later progress in tjie confhination 
of chambers and towers. This set is to suffice for*biiming 20 
tons 48 to 50 per cent, pyrites in twenty-four hours. The 
pyrites is burned in Herreshoff furnacfis, a, a (cf p. 482), or 
in any other kind of pyrites-kiln or burner. The* gases first 
pass through the dust-chamber then through the Glover 
tower Cy into the lead chamber dy provided vytK air-cooling 
.;hafts (p. 653) and water-spray injectors (pp. 728 et seq). * From 
here they pass through plate-towei containing*to layers pf 28 
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plates each, at a distance of I 2 in. from layer to layer, then Into 
another lead chamber /, followed by plate-tower with. lo. 
layers of 24 plates each, 12 in. apart, and plate-tower //, with I 2 
layers of 24 plates 12 in. apart; at last at the top into plate- 
tower 7, containing 16 layers of 20 plates each, 8 in. distant. 
This tower they leave at the bottom by the long conduit /c, 
which takes them to the first Gay-Lussac tower, containing 24 
layers of 16 plates each, 4 in. distant; and this is followed by 
the coke Gay-Lussac tower a fan-blast being placed between 
these two towers. 

The circulation of the acids is marked by arrows, but it is 
more clearly shown in Fig. 485. The acid from the Glover 
tower c runs through an air- and water-cooler into tank A 
pulsometer, P, pumps it into tank R^;, fixed above the coke 
Gay-Lussac tower From this the acid runs to the bottom 
into tank R2, is pumped by pulsometer to R. above the plate 
Gay-Lussac tower, runs from this into tank Rj^ and is pumped 
into tank Rg above the Glover tower. The chamber-acid is run 
into tank R^^ and is pumped partly into Rj, above the Glover 
tower, partly into R^^ above plate- towers //, /. From there 
the acid runs into tank R^, is pimped into R^^ above plate- 
tower e, and runs from this into the chamber. 

^ Mr Nicdenfiihr calculates the work to be done by this set as 
follows : — 

kg. 

Chamber d ^1819 cub. met. at 4 kg. H2SO4 = 7,276 


Plate-towers - 280 plates „ i2| „ - 3,500 

Chamber/ = 1516 cub. met. „ 2 „ ^ 3,032 

Plate-tower ^ 240 plates „ 8 „ — 1,920 

f, ^ - 288 „ „ 4i* » -- 1,296 

,1 7 ~ 320 }, „ 2 „ “ 640 

Production of Gay-Lussac and Clover towers -- 2,336 


20,000 

• • 

The cost of this plant is given later on. The statements of 
Liity (Z. an^ew, Chem., 1897, p. 489) have^consequently become 
ob‘^olete. , ^ 

The comparative calculations of the cost of plant for ordinary 
and for .“high pressure” style of work, by Nemes, have been 
given supra, f)f 644. • 
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Cost of Chamber-plant in France. 

Sorel gives the following figures as the actual cost-price of 
apparatus at TOseraie (France), apart from the value of land-r— 


I. Buildings— 


Francs. 

cent. 

Chamber-sheds (all brickwork) . 


50,700 

90 

Furnace-shed „ 


15,147 

15 

Steam-boiler shed „ 

. 

9,269 

10 

Foundations and*timber- work for Glover and Gay-Lussac 

14,604 

35 

Main flue .... 


3,940 

55 

Chimney (2 m. inside, 40 m. high) 


13,088 

_35 



106,750 

40 

2. Apparatus— 




Pyrites-burners 


3b686 

70 

Glover tower 

. 

26,188 

75 

Chambers (4500 cubic metres— nearly i6o,cxx) cubic feet) 

74,131 

80 

2 Gay-Lussacs, 20 m. high 


22,804 

10 

Exit-gas tube 

. Q 

6,157 

15 

Steam-pipes 


4,541 

25 

Acid-tanks and acid-eggs . 


15,144 

55 

Tools .... 


943 

J05 



181,597 

35 

3. Steam-boilers and engines — 

« 



2 steam-boilers and setting 

. 

21,267 

6« 

I air-pump and pipes 

. 

9,167 

IS 

I water-pump and pipes . 


7,114 

55 

I fan-blast and driving-engine 


3,192 




40,741 

_^8o 


Grand total • 

^29,089 

Ts 


This apparatus is capable of making 6000 ^tons of O.V. 
per annum with the “ forced work ” or “ high-pressure style ” 
frequently alludad to, viz., a chamber-space of fuilj^ ii or 12 
cub. ft. per lb. of sulphur burnt. This is made possibly by the 
extraordinarily great size (and cost) of the nitre-recovery 
apparatus. If this had been made of\he usual dimensions, 
the cost would have been about 38,cx)0 francs less, but then the 
production, a*t the usual rate of 2*25 Jcg. per jcubic metre (say 
about 21 cub. ft. per lb. of sulphur), would have been only 3600 
tv-ns per annum. 

On the arrangement of sulphilric-acid work^^n the Uiwted 
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States interesting notes are contained in the papers of Falding 
{Min, Inti, viii. p. 579, and ix. p. 617) and of Gilchrist (/, Soc. 
Chem. hid,, 1899, p. 459). 

Yields and Costs of Sulphuric-Acid Manufacture. 

In calculating the cost of manufacturing sulphuric acid, we 
must take into account the following factors : — 

Cost of sulphur (brimstone, pyrites, blende) ; 

Consumption of nitrate ; 

Consumption of fuel ; 

Wages ; 

Wear and tear of apparatus ; 

Interest on capital, general expenses, etc. ; 

Yield of sulphuric acid. 

We will, in the first place, inquire into the consumption of 
nitre and the yield. We are here met at the outset by the 
difficulty of comparing the statements from different sources, 
arising from different fundameptal quantities being taken as 
the basis of the calculation. Some calculate all the sulphur 
contained in the charge, others (^ly that portion which has 
actually been burnt, not leaking into account the sulphur left in 
tl^e cinders. The latter way of calculating is more rational in 
theory ; but in practice it is often less useful than the former. 
For it is known with perfect accuracy how much pyrites, and 
how much sulphur contained in it, has been put into the burners ; 
but as the percentage of sulphur in the cinders varies, it is not 
known precisely how much has been burnt. Besides, the question 
is not only how the chamber process itself works, but also how 
the burning fias been done, on which the smaller or larger 
residue of sulphur in the cinders depends, it is another case 
when tHe percentage of sulphur in the cinders iS almost constant 
and altQgether very slight, as in burning ppre ores in shelf- 
burners ; in this case it is indifferent which way of stating the 
results is adopted. 

The consumption of nitre is stated sometimes in percentages 
of pure sodium nitrate, sqmetimes in percentages oi commercial 
nitrate ; and in the latter case cither 95, 96, or 97 per cent, is 
assumed. Here also we have a source of uncertainty and 
divei»gence, although not df such importance as that just 
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mentioned. To each' part of sodium nitrate correspond 
63.53 parts of N2O5 or 74*12 parts of NO.jH or 134*76 of nitric 
acid of 1*34 sp. gr. (at I5”C.), the strength usually employed in 
vitriol-works. 

The worst confusion prevails regarding the calculation of the 
yield of sulphuric acid. Some state it in terms of chamber- 
acid of 50'' Be. (=106” Tw.), some as 60'" Be. (=144° Tw.), 
some as commercial 168” Tw. ( = 66° Btli.), some as real mono- 
hydrate ; what is \Vorse, the reduction upon these terms is made 
by very varying and, in part, quite erroneous tables {cf. p. 295) ; 
and frequently it is quite uncertain whether by “ oil of vitriol ” 
(O.V.) an acid of 93 to 94, or one of 96 to 98, or one of 100 per 
cent. SO^H^ is meant. In the following pages, so far as the 
sources permit, all statements will be reduced to the only rational 
term, that of moiiohydrate, SO^Hg. 

Frequently, at works where none of the sulphuric acid is 
sold, but the whole is used for making salt-cake, the yield is 
calculated indirectly, from the quantity of common salt decom- 
posed by it, according to more or less arbitrary assumptions 
regarding the quantity of sulphuric acid consumed for decom- 
posing a unit of salt. Thus several large manufacturers, working 
with open roasters, assume a consumption (and consequently a 
make) of 81-33 of SO^IL to each 100 parts of commog 
salt. Now, in muffle-furnaces (blind roasters) decidedly less 
sulphuric acid is consumed than in open roasters ; and yet a 
large Alsatian maker, using blind roasters only, assumes a 
consumption of 74 per cent, of vitriol of 66° B 6 . on the 
sulphate, =85*8 per cent, on the salt, or 8o*8 pef cent, of real 
SO4H2 on the salt, which is all but equal to^ the above- 
named figure. This proves the uncertainty of such bases ot 
calculation. 

Consistently, Several English alkali-works have, given up 
calculating the yiel^ of sulphuric acid altogether ; they oniy state 
the yield of salt-cake upon the pyrites burnt, or upon the sulphur 
contained therein. Of course, this way of calculating is only 
possible where no acij) is sold or used for any other purpose 
than decomposing salt. , 

Often no mention is made whether that portion of the 
sulphuric acid employed for the decomposition of nitre, which 
leaves the factory in the shape of add sulphate (nrfte-cake),1ias 
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been allowed for in the calculation. We specify this in the 
following accounts, wherever it can be done from the sources. 

Of course the following enumeration does not contain all 
and every statement of the kind scattered in innumerable 
publications, but only so much as suffices for forming a good 
idea of the state of affairs, both in former and in recent times. 

I. Consumption ok Nitre. 

{Cf. also the statements, pp. 637, 640, 643.) 

I. For Brimstone-acid, 

(a) Without Recovery of the Nitre-gas. 

For 100 parts of brimstone charged : — 6 to 9 parts (Knapp, 
Chem. Tcchnol.y 1866, i. pp. 2, 298); at least 6, sometimes 
parts (Schwarzenberg, loc. cit. p. 400) ; 6 to 8 parts (Payen, 
Precis, 1877, i. p. '322); 7 to 8 parts (Scheurer-Kestner, in 
Wurtz’s Diet, de Chim,, iii. p. 158); 8-9 parts (Stevenson and 
Williamson, in Richardson and Watt’s Chem. Technol., iii. p. 
318) ; 10 parts (Wright, Chem. Ne^s, xvi. p. 93). Most of the 
sulphur-burning works,, enumerated in the Official Alkali 
Report for 1885 consumed 9 or 10 parts, 

(b) Recovering the Nitre-gas, 

Four to 5 parts (Knapp, loc. cit.) ; 3 parts (Schwarzenberg, 
loc. cit. p. 401) ; 5 parts (Payen, loc. cit. p. 322) ; 3 to 4 (Scheurer- 
Kestner, loc. cit.) ; 3 parts (several American works visited by 
myself in 1890). 


2. For Pyrites-acid. 

(a) W ithout Recovery of Nitre. 

At the Oker Works in 1857, 14-4 parts; 1859 to 1863, 13-4 
for 300 parts strong acid (Knapp, Kerl-Stohmann) ; for icx> 
sulphur charged in the shape of pyrites, 10 parts (Schwarzenberg, 
loc. cit. p. 432), 9^ to II parts (Payen), 12 to 14 parts (Scheurer- 
Kestner). According to Wright {Joe. cit.), in different works, with 
pyrites of 45 to 50 per cent. 8-5 parts, of 30 to 50 per cent. 10 
to 1*2 parts, of .35 per cent, ic-5 parts; with a set of chambers in 
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bad repair, in th*e first year 9-31, in the second 9-84, in the third 
10-02 parts. According to Gossage {ap. Richardson and Watts, 
P- 317) 13*3 with 30 per cent. Irish pyrites. From my 
own experience, on an average, with pyrites of 40 to 44 per 
cent. 10-8 parts; in neighbouring works 10-5 parts with smalls, 
9-4 with lumps. At some French works I was informed of a 
consumption of 1-5 to 1-97 kg. nitre per 100 kg. acid of 50° Be., 
equivalent to 2-9 to 3-8 kg. per 100 kg. pyrites of 44-4 per cent., 
or 6*5 to 8-5 kg.«per 100 kg. of the sulphur contained therein. 
[This statement does not appear trustworthy, viz., too low, 
looking at the figures from the same source for working with 
a Gay-Lussac tower.] Naville’s .statements see below. 


(b) Recoveniig the A^itre-gas. 

For 100 sulphur in the pyrites : — 5 parts (Schwarzenberg, loc. 
cit. p. 432) ; 7 parts (Payen, he. cit. p. 322) ; 7 to 8 parts, less with 
higher towers (Scheurer-Kestner, loc. 3-8 parts (Glover). 
According to my own experience (with insufficient absorbing- 
space) 3*5 to 4*5 parts; but when the work was irregular, 
chambers out of repair, as much as 6 or even 7 parts. 
Neighbouring large works 3-5 jiarts.^ K. Walter guarantees 
0*7 part of nitre to 100 parts acid of 66” Be. = 2*04 parts to 
100 sulphur in 44 per cent, pyrites. At the Oker works In 
1^77) 375 4' 5 parts per 100 sulphur were used with pyrites 

pretty rich in sulphur, 4-5 to 6 parts with mixed and galeniferous 
ores ; in 1901 on the average 4-8 parts. In French works (same 
source as above), they use per 100 kg. acid of 50” Be.* 0-9 
to 1-24 kg., per 100 pyrites 173 to 2-38, per 100 sulphur 
charged 3-85 to 5-37 kg. of nitre. According to dotes collected 
by myself in 1878: — In German v.'orks, 2-3 to 3*1 nitre per 
100 sulphur ; iiii the besf English works, abojit 3 pi^r cent, 
(exceptionally, as stated by Affleck, 2-2 per cent. ; in*Lancashire 
some large work^’*use even 5 per cent, cf. the table on p. 637) ; 
in French works (with a Glover tower), 2-7 parts, (without) 
4*2 tc 4*7 parts to 100 sulphur charged. • 

The consumption* of nitre is always less in winter than in 
summer. As between nitric acid and solid nitrg no difference 
worth mentioning can be established ; if anything, slightly less 
nitre is used in the solid form t|jan as nitric geid, if no^ the 

4 K 
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acid itself, but the nitre from which it was originally made 
is taken as the basis of calculation, as it ought to be. 

Notes recently collected : — English works 2-5 to 3-5 per cent. 
At one works they asserted that the actual loss was only 
15 lb. nitre per ton of pyrites, that is, less than 1-5 per cent, 
on the sulphur, with only 17 cub. ft. chamber-space, and a yield 
of 41 J cwt. 96 per cent, salt-cake. 

A first-class German works with specially good absorbing- 
apparatus and 16 cub. ft. chamber-space; — 1*8 to 2*2 percent. 
NaNOg on sulphur burnt. 

Pierron {Monit, Scient.y 1900, p. 567) states as the consumption 
of nitre in France = 075 to M2 kg. per 100 H2SO4 ( = 2-25 
to 3-36 kg. NaNOg per 100 S) for pyrites; and i-o kg. for 
100 H2SO4 with blende. 

Guttmann (/. Soc. Chem. Ind.^ 1903, p. 1334) states the 
consumption of nitre in ordinary chamber plants with good 
Glover and Gay-Lussac towers to be now frequently = 075 
for icx) parts H2SO4; with Meyer’s chambers (p. 622) only 
= o-6o. 

In America, according to Falding and Gilchrist (1901), 
about 1-05 nitre for 100 H2SO4 i^^the rule. 

fll. Yield of Sulphuric Acid, calculated as SO^Hg. 

(Theoretically 306' 2 5 parts per 100 sulphur.) 

1st. From hrimstone (always upon the sulphur actually 
burnt) 290 to 300, on the average 296 (Knapp); 297 SO4H2 
= 319-35 acid of 66° Be. (Schwarzenberg) ; “usually 296 to 
300; even the theoretical quantity has been obtained” (sicl 
Payen, i. p. 321); 290 to 300 (Scheurer-K^.stner). At some 
American works visited by myself i^ 1 890 the yield of acid was 
stated = 30*5 real HoSO^, which must be an error, attributable 
to wrong specific-gravity tables, etc. 

2nd. From pyrites^ At Oker, in 1857, 1 cwt. acid of 66° 
per 1-89 cWt. ore (Knapp) ; 1859-1863, per 1-729 cwt. ore (Kerl- 
Stohmann); 187^, in the same place, 166 chambcr-acid of 50° 
B(^. (106° Tw.) were obtained from 100 pyrites; from lOO rich:/ 
copper-ores 140 to 150 parts of chamber-acid, from 100 “ mixed- 
ore^” 90, frofc.i 100 ore mixe^ with galena 70 parts of chamber- 
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acid. The residual sulphur in the cinders from pyrites (always 
containing galena) amounts to 6 per cent., from the other ores 
10 to 12 per cent. (Brauning). 

In four Belgian works, 1854 {Official Report), on 100 parts 
sulphur in the pyrites charged 242, 237, 259, 238 parts SO4H.2. 
The same works in 1874 by improved arrangement had arrived 
at 87-81, 92-17, 85-50, 89-30 per cent, of the theoretical quantity, 
or 268-8, 282-4, 261-8, 273-5 SO4H2 per 100 S (Chandelon). 

In the best Ffench works (Schwarzenberg), on 100 sulphur 
in the pyrites charged, 259-7 SO^Hg; on the sulphur really 
burnt 283-43. Paycn {ioc. cit. p. 322) makes precisely the same 
statement, with the addition that usually from 100 kg. 46 per 
cent, pyrites 100 to 115 kg. acid are obtained ( = 239-1 to 250 
SO4H2 per 100 sulphur). According to Scheurer-Kestner {loc, 
cit) there ought to be the same yield on the really burnt sulphur 
of pyrites as upon brimstone, viz., 290 to 300 parts. According 
to Wright, with rich Spanish pyrites 82 to 84 per cent, of the 
sulphur is obtained as acid; of the loss of 16 to 18 per cent., 
4 or 5 per cent, is sulphur left in the cinders, and 12 or 14 per 
cent, other losses. This means a yield of 251 to 257-25 SO4H2 
per 100 sulphur charged (evidently with insufficient chamber- 
space). An anonymous chemist (ini the Chem, News, xiv. 
p. 22) states the yield from 30 per cent. Irish pyrites = 82^0 
81- 1 per cent, of the theoretical, inclusive of the sulphur in 
the cinders. 

My own experience and reliable statements personally 
obtained by me from large factories (where, however,^ the 
acid made was mostly calculated from the sal4; d^'r^omposed) 
are as follows :—{a) 238-5 SO4H2 on the sulphur charged, with 
40 per cent, small pyrites burnt in muffle-furnaces, {d) 240 
SO4H.2, ditto, with 42 pjr cent, lump ore; both without a 
Gay-Lussac tovfer. (c) 263-2 on sulphur charged (own 
experience), with Gay-Lussac tower, but the work being 
several times interrupted. {ef) 272 to 275 ditto (own 
experience), with a Glover and a CJay-Lussac tower, the 
latter not large enqpgh. {e) 276-4 on the sulphur charged, 
or 301-5 on the sulphur burnt (average result of a large, 
well-managed factory with Glover and Gay-Lussac tqwers), 
0 ) a number of notes collected in 1878 from the best German 
' and French works agree most r^arkably to a* yield 0^ 270 
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to 272 S04H.> on the sulphur charged, or 285 to 290 on 
sulphur burnt. In the warmer climates the yield, even with 
sufficient chamber-space, is always found somewhat less in 
summer than in winter,^ about 3 per cent. 

The consumption of coals for chamber-steam is stated = 16-3 
kg. per 100 kg. as the average of eight French factories 

working without Glover towers; at an English works with 
Glover tower the coal used for the chambers and thie air-pump 
amounted to 17-5 parts per 100 parts of SOJG. At Stolberg 
(1902) only 8-5 parts of coal were used for the chambers and 
air-pump for 100 parts acid of sp. gr. 171, or 10-9 parts to 100 
H2SO4. Other statements, partly above, partly below those 
just mentioned, will be found in the following calculations. 

Kienlen {Monit. Sclent., 1889, p. 1238) makes the following 
statements concerning the work done at the best French 
factories in the year 1889. With good pyrites and properly 
constructed apparatus, the yield on 100 parts of sulphur burned 
is 295 H2SO4. One Iiundred parts of pyrites leave about 68 parts 
of cinders, with an average percentage of i per cent, sulphur. 
With Sain-Bel ore of 51-5 per cent. S, 100 parts of pyrites 
will yield 2*95 x (51-5 -0-68) = parts of monohydrated 
sulphuric acid, corresponding to a yield of 291 HgSO^ on 100 
Sjjn the pyrites charged. There is thus a loss of 15*25 H2SO4, 
or 4*97 per cent., the sulphur being used up as follows : — 

Recovered in the shape of H2SO4 . 95*03 

Loss in the exit-gases . . . 3*65 

Lost in the cinders . . . 1*32 

100*00 

The consumption of nitrate of soda in the best works 
averages 0*90 for 100 monohydra^e produced = 1*35 for 100 
pyrites, or 2 *^ for lOO sulphur charged. ‘This is obtained 
even with “ forced work,'^ where i cb.m, of chamber-space is 
made to yield 3-5 or even 4 kg. of H2SO4 in twenty-four 
hours. 

I have been favoured by the firm 0^ Ernst Giissefeldt, of 
Hamburg, with the originals of six years’ returns of the acid- 
works at Hamburg and at Kastrup (near Copenhagen), 
with permission to publish the results. The following are 
the ^average! ‘taken from the six years’ returns (1884-1889) 
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and they are v*ery good examples of the way of stating the 

yields : — 

A. Hamburg Works, 

* Description of Pyrites : Kirt Tinto. 

Average quantity burnt per annum .... 

2775*6 tons 

„ percentage of sulphur in pyrites 


48*8 p. c. 

„ quantity of sulphur in pyrites bought . 


1354*6 tons 

„ acid 106" produced 


6322-2 „ 

The same reduced t» real H2SOi 


3948-2 „ 

Sulphur contained in acid produced . 


1290-0 „ 

„ lost ..... 


64-6 „ 

Per cent, sulphur lost in cinders * 


2*69 p. c. 

„ „ chamber-process 


2-03 » 

„ lost altogether 


471 » 

95 per cent, nitrate of soda consumed, total . 


50*9 tons 

Ditto, per cent, of sulphur 


375 P- c. 

Ditto, per cent, of acid lob"* Tw. 


o-8o „ 

Real H.jSO,i made per 100 pyrites 


142-5 M 

„ „ sulphur 


29*-9 » 

B. Kastrup Works, 

Pyrites burnt per annum (average) 


1896*2 tons 

Sulphur in pyrites (average) . 


49*2 p. c. 

„ per annum (average) 


932*8 tons 

Acid 106° produced per annum (average) 


4215*2 „ 

„ calculated into real H2SO4 


2534-5 # 

Sulphur contained in acid produced . 


860*2 „ 

„ lost altogether .... 


71-9 » 

„ lost in cinders .... 


6*85 p. c. 

„ lost in chamber-process 


0.90 „ 

„ total . • . . 


77/ » 

95 per cent, nitrate consumed (average) 

• 

22*92 tons 

„ per 100 sulphur 

•• 

2-41 

„ „ acid 106° Tw. 


0-50 „ 

Real H2SO4 made per 100 sulphur 


282-9 » 

Coals used per annum (average; 

. • . 

3«9-4 >. 


1 The quantity of*sulphur found in the cinders was from 2*8 tfi 4 ; there 
were 70 cinders assumed per 100 green ore. 


The remark is added that the possible errors in Aocktaking 
through inaccuracies* of tables and so forth, taking them all 
as increasing the real yields, cannot possibly in the aggregate 
amount to more than 4 parts of H2SO4 per cent, of sulphur, 
so that, for instance, the really made at the 
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Hamburg works, in lieu of 291-9, might be 288 per cent, of 
the sulphur. 

Cause of the Losses^ in Manufacturing Sulphuric Acid. 

The causes of the loss of nitre have been mentioned in 
detail, pp. 999 et seq. They are (i) loss of nitre-gas carried into 
the outer air ; (2) nitrogen compounds left in the chamber-acid ; 
(3) nitre-gas reduced to NgO or N. 

The loss of sulphuric acid itself arises fr6m the following 
causes ; — 

1. Incomplete combustion of the sulphur (loss in the 
cinders) ; this has also been spoken of before (pp. 446 et seql). 
With brimstone this loss is but slight; with pyrites it is 
so much the greater the poorer the ores are, and besides 
it varies enormously according to the construction of the 
burners and the care with which they are worked, from i to 
10 parts and more of sulphur per 100 pyrites, or from 2 to 
30 per cent, of the total sulphur. A portion of the sulphur 
is sublimed, and is found in the connecting-pipes and in the 
acid itself, and is a clear loss. 

2. Losses of SO2 by leakages^f burners, pipes, chambers, 
etc. By bad draught much loss may occur, since then, at 
tl)e doors of the burners, nitre-ovens, etc., the gas continually 
blows outward. Bad pipe-joints, but especially chambers 
worn down too much, lead to great losses. I have seen 
chambers which, when ultimately stopped, presented in their 
interior the image of the starry sky from the innumerable 
holes in the top; and Wright {Chem. Neivs, xvi. p. 93) has 
independently used the same simile. Many manufacturers 
have no idea of the great lo.ss which they suffer in this way, 
by allowing, from motives of ill-ti,med economy, a chamber 
to go on too Tong and trying to patch it uji. Wright found 
in a chamber-system that went three years without repairs 



Nitre for 100 parts 
of sulphur burnt. 

Gable metres of chamber- 
space per kilog. of sulphur 
burnt per diem. 

Practical yield 
(theoretical = 100). 

First year . 

9*31 

1-150 

81-5 

Second year . . j 

9.84 

1*073 

«-4 

Third year 

i « 0. 

10-02 

c 

1-017 

684 
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3, Losses of SO2 by incomplete conversion into sulphuric acid. 
Extremely little SOg can remain dissolved in chamber-acid 
if there is an excess of nitrous compounds present; the greater 
portion of any remaining SOg escapes fj-om the chambers into 
the outer air. The reason of this may be irregularity of the 
process in general, want of nitre, insufficient chamber-space, 
insufficient draught, etc., as explained in detail previously. 
The losses from this source are nearly always much greater 
where the nitre is not recovered, for the reasons stated above. 
The very widely divergent statements respecting the yield 
of sulphuric acid are explained to a great extent from this 
cause alone. 

Statements of Costs for the Manufacture of Sulphuric Acid. 

I. Fro 7 n Brimstone. 

(Older statements in the second edition, pp. 764 and 765.) 

The following cost-sheet for brimstone-acia at an American 
works has been supplied to me from a thoroughly authentic 
source ; it refers to the year 1888 : — 


Brimstone, 1,637,127 lb. . . . 

$19,070*00 

Nitre, 91,057 lb. , 

1,858*00 

Sulphuric acid 60° Be., 80,380 lb. ... 

402*00 

Labour for operating and repairs 

2,096*81 

Office expenses ...... 

3,100*00 

Coal, 454 tons (at 2240 lb.) .... 

463*00 

Oil, tools, etc. ...... 

240*00 

Repairing materials ..... 

688*00 

Depreciation of buildings, furnaces, and chambers,^! 
50 cents per ton of acid produced . . ^ 

1,721*00 

Depreciation of machinery, boilers, etc., at 10 cents . 

344*00 

Insurance . 

775*00 

Interest (6 pel®' cent on $60,000) . . . 

3,^o*oo 

Ground-rent ...... 

• 204*00 

• 

$34*561*81 

Sulphuric acid 60^ Be. produced 6,885,3731!). 

Cost of 100 lb. acid bo'’ Be. .... 

jo*2 cents 


N.B.— The nitre-cake, having verj^ little value in America, 
is not taken into account The consumption of nitre at the 
above works was unusually high (5 per cent on the shlphur), 
owing to the small size of the Gay-Lussac towe^^ 
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2. From Pyrites. 

{Cf, statements referring to former periods in the second edition, 
♦ pp. 766 et seq.) 

The following is an altogether authentic account of the cost 
of making sulphuric acid at a first-class English alkali works 
for the twelve months ending 31st December 1889. 

One ton of real O.V. (HgSOJ, in the sfiape of acid of 
148" Tw., required on the yearly average : — 


14*12 cwt. pyrites, at ii*8s. per ton 

£ 

. 0 

s. 

8 

D. 

4*0 

27*06 lb. nitre, at 9s. per ton 

. 0 

2 

3*4 

5*30 cwt. coals, at 5s. . 

. 0 

I 

3‘9 

Process wages • . . . 

. 0 

3 

37 

Repairs (including wages) 

0 

4 

4*1 

General expenses and salaries 

. 0 

2 

1*0 

Sundries .... 

0 

I 

4.4 



3 

0*5 


The pyrites used was Spanish ore, testing on an average 
49‘55 cent, sulphur. The yield of real H2SO4 on the 
sulphur bought was =286 per (^t, on the sulphur burnt 
= exactly 300 per cent^. (calculated by Kolb’s table). The 
chamber-space was rather more than 16 cub. ft. per lb. of 
sufphur. 

Guttmann (/ Soc. C/iem. hid., 1903, p. 1 334) gives the following 
cost-account per ton of H^SO^, in the shape of chamber-acid 
with Meyer’s chambers (p. 622), intermediate towers, fans, 
atoinised water and other improvements, for a daily production 
of 20 tons H2S64, with a yield of 300 H^SO^ for 100 S burnt, 
or'294 H2SO4 \or 100 S charged = 147 H2SO4 for lOO pyrites 
50 per cent. •. 


13*605 tons of 5c per cent, pyrites at 

£ 

s. 

D. 

i 


4jd. p^r unit .... 

0 

12 

9 

per ton of H2SO4 made 

o*i6o tons of nitric acid 72® Tw. at los. 

0 

I 

7 k 

>> 


2*800 „ coal at 7s. . « 

0 

0 

ii| 


»» 

Labour . c . 

0 

2 

10 



Repairs and renewals . 

0 

2 

Oc 

.. 


Sinking Fund (10 per cent, oij plant, 5 






per cent, on buildings, etc.) 

0 

3 

if 


»> 

(ieneral Expenses, rates, taxes, etc. 

0 

2 

loi 

V 

11 


£~ 

T 

2 
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His calculations further comprise the costs of producing: — 

Acid of 94*5 per cent. O.V. ‘concentrated by £ h. d. 

Kessler’s apparatus . . *19 7 

98 per cent, acid by a combined Kessler • 
and iron apparatus . . . i 13 i 

98 per cent, acid by a gilt platinum 

apparatus . . . • * 13 3 

By the contact process (90 per cent, yield) .1197 ) with extra f £2 i $ 

„ „ ^ (98 „ ). I 18 6j royalty 1 2 0 4^ 

The cost price of sulphuric acid, made by the ordinary 
and by the “high-pressure” style of work, as got out by 
Nemes, has been given su£>rd, p. 645. 

For France, Sorel gives the following statements concerning 
the cost price of acid of 50° Be. (=160" Tw.) at I’Oseraie {cf. 
p. 1235), in November 1885 : — 


j Quantities. 


Amount. 

• 

Total. 



Price. 





j Total. 

Per 100 
kg. acid. 


Altogether. 

Per 
100 kg. 

Altogether, 

Per 
100 kg. 

1 kg. 


francs. 

francs. 

francs. 

francs. 

francs. 

Superintendence . ' 



285-00 

0-03 \ 

1,48470 

0-l6 

Labour 


... 

i? 99-70 

0-13/ 

Pyrites . . . 374,550 

42-00 

26-00 

9738-30 

i-09\ 

11,191-96 


Nittic acid Sb*" Bu. . ! 5,40c) 

0-6 1 

26.58 

1455*66 

0.16 j 

Coal .... 87,850 

9*85 

21-50 

1888-75 

0-22 

1,888.75 

0-22 

Lighting . ... 

Sundries 



302-20 

30-00 

0.04^ 

0-041 

r 


0 

6 

Work of strange 



0-09 

machines 



438-50 

0-05 J 



Repairs . . . ... 



587-75 

0-07 

, 587-75 

•0-07 

General and unfore- j 



• 

seen expenses . , 



631-00 

0-07 

• 

631-00 

0-07 

Deduct : j 





16,554.86 

1-86 

Cinders sent out . ' 258,500 

^•98 

3*00 

775*50 

0-09 

• 

774*50 

0-09 

Produced 891,821 kil. a^id 50“ Be. . 



= 

— *■ 

15, 71^*36 

1-77 

Equal to 557,388 kil. H2S()4 


• 

• 



= 2-83 


There was produced for 100 kg. 50 per cent, pyrites : 148-81 

HgSO,. 

Commercial nitrate expended per 100 HgSO^* 0-74. 
n 0 i» 100 pyrites^ MI. 
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To the above items of expenditure should be added the 
amortisation of the plant, the cost of which is detailed on p. 
1235, taking the buildings per year at one-twentieth cost price, 
furnaces, chambers, towers, etc., at one-tenth, steam-boilers and 
engines at one-fifth cost price ; which comes to 31, $47 francs per 
year in all, or 0-527 francs per 100 kg. H2SO4 for the first four 
years, 0-39 francs from the fifth to the ninth year, 0-09 francs from 
the tenth to the twentieth year. (We cannot admit that the 
amortisation should be calculated at such a low figure from the 
fifth year onward, as the depreciation of the furnaces, chambers, 
boilers, etc., must certainly be taken into account, and the 
“amortisation” should include the sums necessary to provide 
for their renewal.) 

The cost of coyiccntrated acid is stated by Sorel as follows, 
starting from acid of 53° Be. ( = i iG" Tw.) : — 


Francs 

1390 kg. acid of 53'' Be. ( = 1490 of 50“ Be.) at f. 20*36 . . 28*31 

Sulphate of ammonia, 10 kg. at f. 330 .... 3.30 

Coal for firing 150 kg. at f. 22 3.30 

„ motive power (pumps) at f. 30 , . o*66 

Share of engine work . , ^ . . . 0*50 

Labour . . . » . . . . j,5q 

Repairs o(5o 

Amortisation of platinum stills ...... 3.00 

General expenses . . . . . . . o*qo 


Cost of 1000 kg. acid 93 per cent. HgSO., . . . 41.77 

This is understood for a production of 9 or 10 tons acid per 
day in two cbupled platinum stills. The amortisation of the 
buildings is not included. 

In Germany, F. Curtius (the owneV of a large vitriol-works at 
Duisburg, 6n the Rhine) discusses at length the cost of .sulphuric- 
acid-making {Chein. Ind,, 1879, p. 187). His ‘statements are of 
great interest, as they refer to old-established works whose 
produce o^vitriol was almost entirely sold as such, whilst other 
figures frequently refer to works where ‘all general expenses 
were. charged ^to alkali. ‘The following costs all refer to acid 
conceiltrated to 144 ® Tw. by steam-heat (cf. suprhy p. 1098), 
exclysive of packages and tfansit, We give only the maxima, 
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minima, and averages of the fourteen years over which the 
figures range, viz. 1865 to 187S, in shillings per ton : — 


\ 

Minimum. 

• 

Maximum. 

Average. 

(i) Wages 

5*36 

8.48 

6-55 

( 2 ) General expenses (Management, Insurance, 


Rates, Taxes, Lighting, Cartage) . 

3-40 

4-73 

4-23 

( 3 ) Office expenses (without commissions, etc.) . 

1-98 

2-77 

2-32 

( 4 ) Repairs 

3-31 

9-31 

5-93 

( 5 ) Amortisation of plant (4 per cent, on old, lo 
per cent, on new plant) 



2-24 

3-72 

2-83 

( 6 ) Interest on capital 

3-II 

4-25 j 

3-56 

Total . 

19.40 

33-26 

25-42 

Extra expenses for new plant 


6-63 

I >61 

Annual working-days 

304-4 

352-4 

329.40 


If the acid had to be sent out in glass carboys, which were 
returned by the buyer, this caused an expense of 4s. to 6s. per 
ton ; but sending it out in copper or lead vessels cost only from 
0-6 to IS, per ton for repairs, etc., of course 'exclusive of carriage. 

Most of the above-stated items appear to be excessively 
high. As their hona fides cannot be doubted, they point to the 
fact that the process was not carried on in the most economical 
manner. This becomes almost certain by the following state- 
ment, which I have received from the most authentic possible 
source. It refers to an old-established German works and^to 
the year 1889. (The “Mark” may be taken as slightly less 
than a shilling. 


Cost of I OCX) kg. { — f 7 ton) of real HoSO^ in the shape of aeid 
of 142" Tw. • 


702 kg. pyrites 47 per cent, at M. per 100 kg. 

^ Marks. 

. ioi»53 

13*1 kg. nitrate of scda at 20 M. 


. . . 2-62 

{32 kg. coals at I . T 

. 

• . • ♦ • 1-32 

Wages for process 

. 

. • • . 3-36 

Repairs of buildings>and apparatus 


• . i-8i 

General expenses and management . 

• 

. . . 2-56 



• 22-20 


This does not comprise amortisation of the plant, for which 
about 3 M. per ton must be charged, making the total = 25*20 M., 
or rather less than 255. per ton of H2SO4, exclusive of packages. 
For Germany, Niedenfiihr andj^iity in 1902 angew. Chem., 
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1902, p. 242) give the following figures, referring to a plant- 
producing acid equal to 20 tons real H0SO4 in twenty-four 
hours. When working with 50 per cent. Portuguese pyrites, 
94-5 per cent, of the sulphur is utilised, 3i per cent, being left in 
the cinders and 2 per cent, being lost in the chamber- process. 
Reckoning 2 M. per icx) kg. of pyrites (after deducting the 
value of the cinders), the cost of sulphur for 100 kg. HgSO^ in 
the shape of chamber-acid is =1-28 M. The consumption of 
nitric acid 36° B 6 . with proper work is i-i parMo 100 H2SO4, or 
at a price of 19 M. per icx) kg. = o-2i M. ; coals, 12 parts at 16 
M. = o*I9 M. per 100 H2SO4. The labour is: 2 men for the 
steam-boilers, 3 men for moving the raw materials and cinders, 
etc., 8 men for pyrites-burners, 2 men for the chambers (the 
acid being automatically pumped); altogether 15 men at 
3 M. = 45 M. or 0-225 M. per 100 kg. [Both the number of men 
and the wages are reckoned rather low.] 

When employing mechanical dust-burners (pp. 474 etseq.) the 
wages for 100 kg. KgSO^ decrease to 0-165 M., repairs 0-14 M. 
General expenses are not enumerated, as the calculation in 
question is to serve for a comparison of a cost of acid made by 
the chamber-process and such mad^y the contact-process ; but 
this refers only to man,agement, rates, taxes, insurance, etc,, 
while the figure for amortisation and interest is of paramount 
importance in that respect. 

Depreciation, in the case of sulphuric-acid works on the 
ordinary chamber-system, as erected in Germany during the last 
twenty or thirty years, may be reckoned on the basis of the 
following cost gf plant for works turning out 20 tons HgSO^ per 
day ^ : — 


Marks. 

Ground-space 2500 sq. met. at 20 M. . . . 50,000 

Buildings . . . . , . . . 100,000 

Steam-boilers and engines . . . . . 16,000 

Pyrit^s-kilns and gas-flues ..... 48,000 

Glover-chambers and Gay-Lussac . .' • 156,000 


^ 370,000 

^ This estimate differs from that which Mr NiefJenfiihr has made of the 
plant .shown in Figs'. 476 to 479 (p. 1232) in several respects. The last- 
mentioned estimafie applies to a cheaper kind of chamber-building, to lump- 
burners in Ijeu of smalls’-furnaces, and to a larger chamber-space than Mr 
Niedemuhr thought necessary in hfs latest estimate. 
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Assuming 7 1 per cent, average amortisation on plant, and $ 
per cent, interest on total cost, that means 42,000 M. per annum, 
or per 100 kg. H2SO4, 0-583 M. for amortisation and interest. 
Where the plant is not constructed on r^ational and economical 
principles, this figure will be certainly exceeded, and in reality 
in many practical cases reaches 0-75 M. and upwards. 

This shows the very great importance of saving in the first 
cost of plant, not in the wrong direction, but by increasing the 
yield of a certain«cube of chamber-space by means of larger and 
better packed Glover and Gay-Lussac towers, by properly 
constructing the gas-flues, and, where necessary, applying 
mechanical means with a view to good draught, and principally 
by replacing part of the chambers lDy more energetically acting 
apparatus (pp. 647 et seq.\ which promote better contact and 
better cooling of the gases, vapours, and misty particles. The 
principles for applying such “ reaction-towers ” are explained, 
pp. 656 cl scq. 

We have also shown on pp. 1233 el scq. how Niedenfiihr 
plans a rational chamber-system on that principle. The cost of 
such a combination of chambers and towers would be (for 
20 tons H2SO4 per diem): — 


• 

Marks. 

(i round-space 1850 sq. met. at 20 M. 

37.000 

Buildings ...... 

34,000 • 

Steam-l)oilcrs and engines 

16,000 

Mechanical pyrites-burners and flues 

50,000 

Chambers and towers .... 

98,000 


235,009 


Reckoning 7I per cent, amortisation on plant and 5 per cent, 
interest for plant and ground-space, we arrive at a sum of 26,600 
M. = o -37 M. per :oo kg. tJ.2S04. 

With a [hypothetical] system consisting of towers ‘only, as 
sketched p. 673, Niedenfiihr reckons the total cost of plant and 
ground-space at ^4,000 M., for a production of 7200 kg. HgSO^. 
This is = 0-384 M. amortisation and intel*est per 100 kg. H.2SO4, 
and shows that this part of the costs is practically no higher 
than the \sik calculated figure even for such a small factory 
(producing 7 tons H^SO^ per day) when working entirely without 
chambers. [This part of the calculation is not, like the 
remainder, based on actual expeiience.] 
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Niedenfiihr now gives the following synopsis (founded on 
actual observations and at the date above mentioned) of the 
cost of 100 kg. H.3SO4 in the shape of chamber-acid or Glover- 
tower acid, without th^ cost of management, etc. : — 



Older system, Chambers 
only, band-worked burners. 

Combination of Chambers 
and Lunge towers, mechani- 
cal pyrites-burners. 

Pyrites 

Nitric acid .... 

Coals 

Wages 

Repairs 

Amortisation and interest 

Mark.a. 

1-28 

0-21 

0-19 

0-225 

0-14 

0-583 to 0-70 

Marks. 

. 1-28 

0-21 

0.19 

0-165 

0-12 

0-37 



2-628 to 2-745 

2-335 


With the figures thus found Niedenfuhr and Liity compare 
those referring to the contact-process. They reckon the cost of a 
contact-plant for 20 'tons H^SO^ per diem = 400,000 M.,of which 
37,000 M. are for ground-space. At 5 per cent, capital interest 
and 7^ per cent, amortisation on plant this is = 0-67 M. per 100 
kg. H.^S04. The royalties vary from JJ,ooo to 1 50,000 M. = 0-104 
to 0-209 M. per 100 kg. ^2^04- pyrites=i-28 M. 

as before. Coals, according to various reports, are assumed to 
average 22 parts per 100 H2SO4, or at 16 M. per ton = 0-352 M. 
per 100 kg. The wages must be rather higher, say 0-195 M- 
0-255 M. ; repairs no less than in the case of chambers. Thus 
the authors arrive at a cost of from 2-529 to 2-996 M. per 100 
kg. *1^2804 made by the contact-process, which is essentially 
higher than the figures found previously for acid made by the 
old process, [it must be noticed that the latter estimates, but 
not the former, are based upon Niedenfuhn and Liity ’s own 
experietice.] . • 

The^bbve refers to acid up to the strength of Glover-tower 
acid. The case is very different when stronger acids are 
required ; in the case 6f the contact-process the cost is exactly 
the same per lOO II2SO4, but in that of the old process the cost 
of concentration must be taken into consiSeration.* 

For producing 20 tons H2SO4 in the shape of 93 per cent 
acid, fhc cost of a platinum concentrating-plant, inclusive of 
buildings andflead pans, varies between 140,000 and 260,000 M. 
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Apart from the loss of platinum (which in the case of Heraeus’s 
platinum-gold apparatus, p. 1153, is from 0*23 to 0-30 M. per 20 
tons), we must reckon 5 per cent, interest, and with cheaper (but 
more hard-worked) apparatus 3 per cent., with dearer apparatus 
per cent, amortisation, which together amount to a minimum 
of 29*20 and a maximum of 47 M. per 20 tons. From this, and 
taking as a basis the above-calculated cost of 2*335 M* 
kg. H2SO4 in the shape of chamber-acid [cf. p. 1252, taking the 
more favourable .figure, as brought out by utilising all rational 
improvements!] Niedenfiihr and Liity make the following 
calculations : — 


Maximum coat. 
Marks. 

Minimum cost. 
Marks. 

20,000 kg. H.2SO4 at 2*335 M. 

467 

467 

3600 kg. coals at 16 M. per ton 


57 - 6 o 

or 4400 » „ * * 

70-40 


4 men at 3 M. . 

12 

12 

Loss of platinum (in case of Heraeus metal) 

0*30 

0*23 

Repairs ..... 

10 

7*50 

Interest and amortisation 

* 47 

29*20 

21,440 kg. acid of 93 per cent. 

606*70 

573*53 

loo ,, ,, ... 

2*83 

to 2*67 


This shows that with large-sized platinum apparatus the 
expense is decidedly greater, although they suffer less than 
smaller apparatus. 

Cast-iron concentrating-apparatus requires much more fuel 
(up to 50 per cent.), more labour, more repairs, and much more 
amortisation (10 per cent), so that the total cost of acid is 
always much higher than with platinum apparatus. Butjt is 
quite different with Kessler furnaces (p. 1195), «spec.ally when 
combined with lead pans heated by the flues of pyrites-burners 
(p. 1093). This plant costs only 35,cx)0 M. per 20 tons H2S(34, 
inclusive of buildings, and from this Niedenfiihr and Llitj^ derive 
the following calculation : — * . 

Mj^rks. 


20,000 kg. as chamber-acid at 2*335 M. . . 467 

2000 kg. coke at 16 M. . . .• . *32 

i2ot. kg. coal at 16 M. .....* 19*20 

4 men at ^M. ^ ..... 12 

Repairs (from practical figures) • # • •• • ^ 

Amortisation and interest 15 per cent, cn 35,000 M. , , 14-60 

21,441 kg. 93 pel cent. acid. .... 550*80 
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Up to 96 per cent, acid Kessler apparatus can be used as 
well. For acid up to 98 per cent. Heraeus stills should be used, 
and the costs would be : — 

Marks. 


20,000 kg. H^SO, :is chamber-acid 

. 467 

5800 kg. coal at 16 M. 

92-80 

6 men at 3 M. 

18 

Loss of platinum ..... 

0-45 

Repairs ...... 

20 

8 per cent, interest and amortisation on 380,000 M. 

. 62-22 

2050 kg. 97 to 98 per cent, acid 

. 660-47 

100 „ » ... 

3-22 


The same acid made by the contact-process would cost for 
93 per cent, 2-35 to 279 M., for 97 to 98 per cent, 2-47 to 2-93 
M. (in each case exclusive of management, etc.). 

The following table gives a synopsis of the above calculation 
of costs (in Marks) of lOO kg. concentrated acid 


(a) 93 per cent. H.,SOj. 

Made in a phitmuni- Made iii a 

gold still, Kes.slcc.fnrnacp, 

> ^ 

minimum, maximum. 


Matlc by tlie 
contact'process. 

minimum, maximum. 


2.67 2-83 2-57^- 2-35 2-79 

{i) 97 to 98 per cent. H.SO^. 

Made in a platinum- Made by ibo conlact-proces.s. 

gold still . ‘ — — — — ^ 

^ minimum. maximum. 

3-21 2-56 2-93 


From this Niedenfiihr and Liity draw the following 
conclusions : — 

For the manufacture of acid of 50” to 60" Be. (/>. up to 78 
per cent a rationally constructed system on the old 

process is mofc advantageous than the contact-process. 

For acid of 93 per cent the contact-process is more favour- 
able than the ,old system with concentration in platinum, but it 
balances the old system with Kessler furnaces. 

For acids of higher strengths the conthct-process has a 
decided advantage oV‘er the platinum concentration, whether 
combined Svith cast-iron apparatus or not 

Lastly, Niedenfiihr and Liity make the^ following remarks: — 
As chamber-acid* made by plant erected on modern principles, 
is decidedly cheaper than acid of 50'’ Be. made from anhydride, 
and ,the adv^ijtagc of the <;ontact-process comes in only with 
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stronger acids, that strong acid must be cheapest which is made 
by dissolving SO-j made by the contact-process in chamber- acid or 
in acid concentrated to 6 o° by means of lead pans placed on the 

pyrites-burners. For this they give the fc^llovving calculations : — 


100 kg. 93 per cent, acid requires — 

Minimum. 

Marks. 

Maximum. 

Marks. 

33*6 kg. SO3 = 41 11^564 at 2*529 

1.037 


33*6 „ „ at 2*996 


1*224 

66*4 kg. acid 60“ Be. = 51*8 H5JSO4 made by 
the chamber-process at 2*335 

1*209 

M09 

100 kg. acid 93 per cent, costs from 

1*146 

to 2-433 


This means that manufacturers, under present circumstances, 
ought to keep up their chamber sets, with the necessary improve- 
ments (towers, etc.), and make only so much SO^ by contact- 
processes as is required to bring up the chamber acid to the 
necessary strength. This, of course, in the first instance pre- 
supposes the employment of all rational improvements in the 
shape of first-class Glover and Gay-Lussac lowers, plate-towers 
for part of the process, fan-blasts where necessary, etc. ; and, 
secondly, it is only applicable for a somewhat large output. 
For smaller plants the combination of the chamber- and contact- 
process will not pay, and here the Kessler furnace comes in very 
well ; or else several small makers might combine to start a 
common anhydride plant. 

Hasenclever, in J. Soc. Chem. Ind.^ 1911, p. 1292, makes the 
following statements concerning the costs of chamber plant and 
sulphuric acid at the present time in the best-conducted German 
works. 

Cost of Plant (2 units of 5000 cb.m. = 176,500 cub. ft. chamber 
space, for an annual production of 20,000 tons ^Iphuric acid 
60” Be., correspon(Jing to 5J kg. acid 60"" Be. per cubic metre in 
twenty-four hourg or ii ctb. ft. per lb. sulphiy in twenty- 
four hours). • ^ 

Buildings and plant for crushing, conveying, roasting, Marks, 
and storing pyrites . . . • . . 344>ooo 

Buildings, chambers, boilers, engines, and concentra- » 
tors {736 Jons of lea^ at 300 M. per ton) . . 624,000 

Accessory plant (nitric acid, water supply, railway 
sidings, electric light, bath and meal rooms for# ^ 

workmen, works’ railway, drains, etc.) . . 89,000 

^ • * i,0S7,0(^ 

4 \ 
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Depreciation, 8 per cent., roundly 85,000 M. 

The value of land is not taken into account. 

Manufacturiug costs of 100 kg. sulphuric acid 60" Be. 


(=142' Tw.). 



Roasting of pyrites— 

Marks. 


Available sulphur in pyrites .... 

100 


Brushing and roasting ..... 

0-25 


Depreciation ...... 

0*14 

Marks. 


— 

i «39 

Manufacture of sulphuric acid— 



Working of chambers (including repairs) 

0*46 


Concentration ...... 

o-is 


Depreciation (chambers 0-25 M. ; accessory plant 



0-05 M.) ...... 

0-30 


— . — 

0-91 



2-30 

Average cost of carriage in Rhineland 


0-30 

Tank-wagons . . 


0-10 

Cost (delivered free at consumers’ works) 

. 

270 

4 per cent, interest on capital invested 


0-20 



2*90 


•. The item of cost of available sulphur in pyrites will probably 
have to be modified (i) if the works can burn pyrites from their 
own mines ; (2) if pyrites containing copper is treated and the 
yield of copper credited to the sulphuric acid account ; (3) if 
sulphide of iron from gas works can be had at a low price ; 
(4) if burner gases from zinc works can be bought on favourable 
terms. ^ 

According to Hasenclever, it is a mistake;, to believe that it 
is cheaper to piake sulphuric acid from zinc blende than from 
pyrites, oA the assumption that the sulphur contained in the 
blende 'has not to be paid for. At this day the charges for 
wages and fuel in roa'sting blende by hand amount to at least 
1*50 M. per 100 kg. of sulphuric acid bo*" Be.; the loss of zinc 
and inefficient roasting may materially increase the costs. The 
charges for crushing, ro^lSting, and depreciation are higher for 
blendes than for pyrites. 

for America the following calculations of the cost-price of 
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pyrites-acid is given in the United States Mineral Resources for 
1886, p. 671 


2 -\ short tons of pyrites (46 per cent.) at 10 cents per unit per ton . 1*50 

60 11). nitrate of soda at cents . . , . 

1-50 

5 cwt. of coal at $4 per ton .... 

I -oo 

Wages ....... 

3-00 

Superintendence and management . 

2-00 

General jobbing repairs .... 

o-6o 

Interest on capital of $100,000 at 10 per cent. 

6-15 

Produce 4^> tons of so" Be., cost per ton 

' 1^2575 

5*50 

Stahl (Z. an^etif. Client. ^ 1893, p. 54) quotes the cost of 

producing chamber-acid of 50" Be. in the cast of the United 

States as follows (in bulk) : — 

A. From Brimstone. 

2*5 tons brimstone (5600 lb.) at $21 . 

. $52-50 

225 lb. nitrate of soda .... 

4-50 

200 lb. sulphuric acid 60" Be. at !^*4o 

0-88 

4 men (including firemen) .... 

6*00 

Wear and tear of burners, chambers, buildings . 

5-40 

Repairs ...... 

270 

Coals, lighting, etc. ..... 

2*00 

Management . . . • . 

5-00 

Capital interest ..... 

5*00 

13*5 tons chamber-acid tost 

. $83.98 

I ton 

6*22 

B. From Pyrites. 

5-5 tons pyrites (37 per cent, avail, sulphur) at $6 . 

. $ 33*00 

180 lb. nitrate of soda .... 

3.60 

250 lb. sulphuric acid 60° Be. 

I-OC 

Breaking pyrites and removing cinders . 

. 1-40 

6 men (including firemen) .... 
Wear and tear of burners, buildings, chambers . 

. 9*00 

. • * 5*50 

Repairs ...... 

. • 275 

Coals, lighting, c<lc. ..... 

. *2*00 

Management. . . . . ^ . 

. S'OO 

Capital interest ..... 

5-50 

• 

1 1 tons chamber-aci(^cost .... 

. $ 68-75 

I ton ,, ,, . . . • • 

. 6*25 


The purification from arsenic, if there is very*little present, 
costs 10 cents per ton. 
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Hence the costs are abput the same, if a ton of pyrites with 
37 per cent, available sulphur costs $6«oo, that is $ 16-20 for the 
sulphur contained therein, against $21 for Sicilian sulphur. 
The difference of $4-8,0 represents the lower value of available 
pyrites sulphur in comparison with Sicilian brimstone. In the 
case of Spanish or other pyrites rich in arsenic, the difference in 
value must be taken = Si*5o more, or = $6- 30. If, for instance, 
such pyrites with 47 per cent, sulphur costs $8, the sulphur 
therein costs $17-00 per ton, and this is the equivalent of a price 
of $23-30 for Sicilian sulphur. 

PTom comparative tables which William Wilke, M.E., and 
Dr H. P. Weidig, of Newark, have drawn up for the cost of 
producing sulphuric acid from pyrites or sulphur, I quote, with 
their permission, the following figures, choosing a medium-sized 
plant for producing 10,000 tons of sulphuric acid per annum 
(evidently chamber-acid of about 50" Be. is meant) : — 



Tynti'S. 

Sulphur. 

I Glover tower .... 

12 X 12 X 25 ft. 

I ; 12 X 12 X 25 ft. 

2 Gay Lussacs .... 

6 X 35 ft. 

2 : 6 X 35 ft. 

32 furnaces 

Cost of whole plant (frame bui|^l- 

5 ft. kilns 0 

I ; 16 X 20 ft. furnace 

ings) 

Cost ot whole plant (brick build- 

158,000 

$50,000 

* ings) 

Pyrites 49 per cent, available 

-'i? 73 iOOO 

$62,000 

sulphur at $7 (long ton) . 

3776.68 tons $26,436 

2075 tons $35,275 

Sulphur at ^17 per 2000 lbs. 


Nitre at 2 c. per Ib. . 

1,660 

1,660 

Cojl for air and steam 

2,400 

... 1,800 

Total cost of material . 

i .. 30,496 

38,735 

Labour (i manager) . 

1 ... 1,500 

1,500 

,, (chambejmen) 

(2) 1,400 

(2) 1,400 

‘ ,, (furnacemen) . . . j 

1 ... (4) 2,200 

(2) 1,100 

,, (labourers) . . . j 

j ... (4) 1,600 

CO 400 

Total cost of labour . 

J 6,700* 

4,400 

Repairs •.!... 
Interest (6 pfr cent, on plant and 

],000 

... 700 

workiny^ expenses) . 

6,180 

6,000 

Insurance, taxes, water, and office 

* 


expenses . . . *». • 

6,342 

6,200 

Depreciation of plant . 

... (2%) 1,300 

50,718 

... (15%) 1,120 

56.035 

Total cost of yearly output . 

„ per ton acid 

i 

9 

. i 

i 

i 

... 5^0 




CHAPTER XI 


TflK MANUFACTURE OF NORDHAUSEN OR FUMING OIL OF 
VITRIOL, AND OF SULPHURIC ANHYDRIDE 


On pp. 280 ct seq, the fuming or “Nordhausen” oil of vitriol 
has been described, and has been characterised as a mixture of 

SOo^OH 

sulphuric hydrate and pyrosulphuric acid, , a compound 

SO.— OH 


which has lately come into the market as “solid oil of vitriol.” 

Although in all probability fuming oil of vitriol is precisely 
that kind of sulphuric acid which was obtained first of all, and 
although about 1850 it was still manuf|ctured in several places, 
and especially near Nordhausen, in Prussian Saxony, later on 
its manufacture, according to the only method formerly 
employed, was carried on exclusively in Bohemia, by the firm 
of Johann David Starck. The reason of this was that in this 
manufacture manual labour constitutes a very large portion of 
the expense, and that it requires a very large spjee an ^ a great 
number of small apparatus, so that it can only pay under 
certain conditions rarely present. Owing to this, all othftr 
factories ceased to work, ^ven those in the Harz (which, by 
the way, were not located at Nordhausen itself, whei^ there 
was only a warehouse for the acid, but at Braunliige and 
Goslar). 

So long as fuming oil of vitriol was only used for dissolving 
indigo (for which purj)ose it is very little employeef now), the 
monopoly of the Bohemian firm was not very much felt ; but 
since very large quantities of fuming acid were required in the 
mineral-oil industry, especially in the manufacture of alizarine 
and many other coal-tar colours, many efforts havg been made 

125 ^ 
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to produce that acid in another way ; and success has at last 
been attained. The attempt was made in two ways : — first, by 
trying whether the ferric sulphate obtained by the Bohemian 
method cannot be replaced by other sulphates yielding their 
acid on heating, partly or entirely, as anhydride ; and, secondly, 
trying whether the anhydride, or its solution in sulphuric 
hydrate cannot be obtained synthetically. 

We shall, in the first place, describe the method by which 
the oil of vitriol was formerly exclusively Obtained — namely, 
from “vitriol-stone” — which rests on the fact that ferric 
sulphate, Te.^SOJ.^, at a red heat splits up into ferric oxide 
(Fe^OJ and sulphuric anhydride (3SO..), the latter of which is 
partly decomposed into SO., and O. 

The Manufacture of Fuming Oil of Vitriol in Bohemia. 

All former descriptions of this manufacture have been 
rendered obsolete by that given by E. V. Jahn in Wagner’s 
Jahresber., 1873, p. 220. We s^all give an abstract of the 
latter, adding some supplementary notes.^ 

The basis of the whole manufactji^e consists of certain slates, 
which contain from i j-to 31 per cent, of pyrites and are 
distinguished from ordinary roofing-slates by their darker colour 
afid high specific gravity ; analyses of these “ vitriol-slates ” are 
given in our .second edition, p. 836. The oxidability of these 
slates has led to a special industry, which has existed since the 
sixteenth century. When rich in alumina (which is only 
exceptional), the slates serve for making alum ; when poor in 
alumina and rich in pyrites, for copperas and “vitriol-stone” 
(*/ Itriolstehi), i.e. ferric sulphate — from which naturally followed 
the manufacture of fuming oil of vitriol (“ olei-m vitrioli ”). The 
Pilsen 'sulphur-works are already mentioned in 1526. The 
fumingfcOif of vitriol is the oldest form of sulphuric acid, and 
was first manufactured in Bohemia. The thirty Years’ War 
destroyed that indusfry, which was transferred to the NorcT- 
hau.scn country, and returned to Bohemia only in 1778 on a 

’ The present adcount isMnuch shorter than that given in our second 
edition, pp. 83s it se^.ythe above industry having been discontinued in 1894, 
but it still possesses sufficient interest to l)e described here in an abridged 
form.* 
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small scale, since 1792 on a larger scale, when Johann David 
Starck took it in hand, at first with the assistance of men 
obtained from the Nordhausen factories. 

The manufacture is carried on as follows:— The schist is 
broken up by stone-breaking machines* and tipped into large 
terrace-shaped heaps, leaving both horizontal and perpendicular 
air-channels. By means of a system of spouts water can be 
sprinkled all over the heaps. The process of oxidation by 
weathering lasts, about three years ; and very large heaps 
having been made at first, strong lyes are always obtained. 
The ores, on lying in the moist air, become hot ; the pyrites is 
oxidised, first to ferrous sulphate, then to ferric sulphate, along 
with a little aluminium sulphate. These salts, together with the 
pre-existing soluble salts, arc lixiviated by water conveyed in 
the above-mentioned spouts. The brown liquors, possessing 
a density of generally 28’, and up to 38" Tw., are run into 
wooden reservoirs, where they remain some time for settling 
and are a little concentrated by spontaneous evaporation and 
also more highly oxidised. Then they are concentrated by 
top-heat in brick-furnaces, up to 77 Tw. ; the soot and ashes 
arc allowed to deposit in settling-tanks ; and the clear liquor 
is further evaporated in cast-iron boilers to a syrupy consistence. 
If then run on to the floor, it solidifies to crude vitriol^shme** 
This is a hard, pale green or yellowish-green mass, contaimng 
still a good deal of ferrous sulphate and water of crystallisation. 
In order to remove the latter and to oxidise the former, it is 
calcined in open roaster.s. The calcined vitriol-stone is essentially 
anhydrous ferric sulphate ; it is yellowish white, dissolves in 
water with a reddish-yellow colour without leSving any large 
residue ; and the solution has a strongly acid ruction. It still 
contains a little ferrous sulphate and constantly, in variable 
(luantitics, alurrynium sulphate along with a little magnesium 
and calcium sulphates. It takes from 6 to 20 ton:> of schist to 
make one ton df vitriol-stone. The stone formerly yielded 
only about 33 per cent, of “oleum”; later on, however, owing 
to improved processes, the yield was from 40 to 50 per 
cent. • 

The vitriol-stone is distilled iif four works, containing 
I2'j “oleum-furnaces.” These are the well-*known •galley- 
furnaces, shown in our second qdition, p. 840.^ The calcined 



1262 MANUFACTURE OF FUMING OIL OF VITRIOL 


vitriol-stone is broken by crushing-rollers and charged into 
retorts made of fire-clay. On each side of the galley-furnace 
there are four tiers of 34 retorts each, the bottoms of those in 
the centre nearly touching each other. A fifth tier is formed 
at the top by 34 large retorts, open on both sides, reaching 
right across the furnace, and each side is provided with a 
receiver. Each of the smaller retorts also is connected with a 
receiver, large enough for holding the product of four or five 
distillations. The necks of the receivers are narrower than 
those of the retorts; they are put into the latter, and the 
joint plastered with clay. Such a furnace thus contains 272 
small and 34 large oleum-retorts and 340 receivers. The lower 
part of the furnace, where the fireplace, grate, and ash-pit are 
located, is made of solid masonry ; the upper part consists of a 
light arch, perforated for each retort in such a way that the 
necks of the retorts are held without any further support. The 
bottom tier of the receivers rests upon the brickwork, the 
higher tiers on wooden laths. 

Into every retort is ladled, on the average, 750 g. of vitriol- 
stone. The yearly consumption at Starck’s works was 
724,000 retorts and 40,000 receivers (previously twice as 
much). They arc made at private potteries near the works, 
and thus cost only about id. to Ud. apiece. 

<.At the beginning of the distillation the temperature is 
slowly raised, so that after four hours the bottom tier of retorts 
has only attained a red-heat. During this time the retorts are 
left open ; and consequently nearly all the ferrous sulphate 
still present is oxidi.sed to ferric sulphate. With a higher heat 
aqueous vapout* and sulphurous acid appear at the mouths of 
thf retorts, generated from aluminium sulphate and still 
existing ferrous sulphate. Then thick vapours of sulphuric 
anhydride follow, which indicate thi time for« putting on the 
receivers. t\s the ferric sulphate simply splits up into FcgOg 
and some liquid containing water must* be put into the 
receivers, in order to ‘condense and dissolve the sulphuric 
anhydride. • This may be either rain-water or ordinary oil of 
vitriol. In the former case, I, lb. of water^ should *be put into 
each receiver, and it taktfs four or five distillations from the 
retort tv) attain* the usual concentration of the oleum (79“ B6.). 
If the receivers have been ^charged with sulphuric acid of 
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(>(P Bd. (= i6S° Vw.), it takes only 3 or 4 distillations to get it 
up to 80'' B6. 

When the oleum has reached sufficient concentration, which 
the workmen recognise from the speed with which a wood 
splinter, dipped into it, is charred, it is filled into stoneware 
bottles and left for a week to settle, after which time the clear 
acid is drawn off from the deposited mechanical impurities. 

The ferric oxide remaining in the retorts (about 33 J per 
cent.) is known .by the name of caput mortnuni, colcothar^ 
English red, etc. (In England a similar article is called 
“ Venetian red.”) It is raked out of the retorts after each 
distillation, and exhibits different colours according to the 
degree of heat to which it has been subjected. The lower tiers 
yield it of darker, the upper ones of lighter colour. In the 
crude state it was very difficult to sell as a common pigment 
or polishing-powder. J. D, Starck improved this article very 
much by proper treatment; so that in i8/2 1000 tons of it 
were sold, of nineteen shades and forty-one grades, especially 
for painting ships. It is ground under French mill-stones 
and again calcined with addition of common salt and at a 
certain temperature. The yellow shades are obtained by an 
addition of 2 per cent, of salt, igniting for an hour, and 
gradual cooling in a closed space; the brown shades, by adding 
4 per cent, of salt ; the purple shades, by 6 per cent, of s^lt, 
igniting for six hours at a gradually increasing heat, and rapid 
cooling. The igniting takes place in fireclay pipes lying in 
galley-furnaces similar to the oleum-furnaces, each of them 
containing sixty pipes. Unless the temperature is exactly 
regulated, the product becomes dark brown, and is then of little 
value. The best is contained in the two top tiers. After the 
igniting and cooling, it is sifted and levigated ; by mixing the 
three above-named principal shades, the commercial ‘shades 
between yellow, purplish red, and dark purple are obtained, 
which now only require drying and packing. 

The small size of the retorts used ‘for decomposing the 
vitriol-stone, and the large number of these apparatus con- 
sequently necessary, a1*e evidently to be explajned by the fact 
that in larger apparatus the heat would* penetrate j:oo unequally 
and would cause great loss by overheating one part and 
insufficiently heating another part .of the charge. ^ 
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From Stolba {Fischer^ s Jakresber.^ 1885, p. 316) we will 
only quote the following analyses : — 


I. Vitriol-stone. 


Ferric sulphate ♦ . 


50 ' 17 

Aluminium sulphate 


11.94 

Ferrous „ . 


^•35 

Magnesium . 


M 7 

Calcium . 



Copper j, . 


0-20 

Sodium M • 


O-II 

Potassium „ . 


0*13 

Sulphuric arid . . , • 


1.49 

Silicic acid ....• 


9. 10 

Traces of Mn, As, 


• » 

Water ..... 

2. Caput mortuum. 


23 - 3 t 

99-30 

Ferric oxide ..... 


74.62 

Alumina ..... 


J 2-53 

Magnesia . * , 


3-23 

Lime . . . . 


0-82 

Sulphur trioxide .... 


5-17 

Silicic acid . . . .^ . 


M 7 

Copper oxide . • ^ . 


0*20 

Water .*.... 


^30 

99.04 


From a private source we can add that under the most 
favourable circumstances the yield from 100 parts of ferric 
sulphate, with 52 to 54 per cent SO^, is hardly 36 parts 
of sulphuric anhydride testing 95 to 96 per cent, which is, of 
course, dissolved in the acid contained in the receivers. 

*■ In 1792, i*'cwt fuming oil of vitriol cost in Bohemia 50 fl. 
(say ^5), in 1873, 10 fl. (;^i) ; the production ^’n 1832 was about 
1000 tons, ia 1846, 3000 tons, in 1873, 33/30 tons, in 1884, 
4350 tqnsf At Bras the last galley-furnace was stopped in 
1894. In 1900 the Bohemian manufacture 'from vitriol-stone 
was definitely abandoned. 

i 

The Production of Sulphuric Anhydride mid Fuming Oil of 
Vitriol from (Artificially prepared Sulphates. 

Two ways are possible for preparing SO;j from sulphates, 
vi'/. :• either ^e^nploying suqh sulphates which split up at a 
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sufficiently low temperature, or employing those compounds 
which stand midway between SO.j and the sulphates— that is, 
pyrosulphates of the type 

RO— SO,— O— SO.— Dr. 


The only representative of the former class is the normal 
ferric sulphate, F'e 2 (S 04 ).j. Many other sulphates can be 
decomposed by heat, as those of aluminium, zinc, copper, etc. ; 
but in all cases, except the first, the decomposition takes place 
only at temperatures at which SO.^ itself .splits up into SO. 
and 0. Thus, for instance, the zinc .sulphate, so easily formed 
in roasting blende, on heating to a bright red-heat yields ZnO, 
SO., and O, but no SO... But ferric sulphate is already decom- 
posed at a dark red-heat, scarcely visible in daylight, .so that 
the SO.v given off is not yet decomposed, and the reaction 
is simply: 

Fe,(SO,),-Fo.O, + 3SO,. 

This reaction can never be realised to its full extent, as it is 
impossible to bring all the contents of the decomposing-apparatus 
exactly to the minimum temperature required ; a considerable 
portion of the mass is too much heated, and, moreover, much of 
the SO., first formed is subsequently overheated in contact with 
hotter parts of the mixture or the walls of the apparatu.s,* .so 
that part of the S0.{ is always split up into SO.^ and O, and is 
thus lost, unless these gases are recombined by .special means, 
viz., by the contact-process {cf below). 

Both this circumstance and the difficulty of ^rcpai’ng ferric 
sulphate cheaply enough have militated again.st the, apparently 
so easy, imitation of the Bohemian process, which consists 'in 
treating ferric oxide wit]j strong sulphuric acid, heating the 
mixture till all •the water has been driven off-and dVy ferric 
sulphate has been produced, and continuing the hdating at 
a higher temperature, with condensation of the sulphuric 
anhydride evolved, the residue of ferric*oxidc serving over and 
over again for the same purpose. 

This process is much mo^'e difficult than ijt appears and has 
never been successfully carried out. , 

An invention intended to improve the Bohemian process, 
but applicable also to sulphates f)repared in otfeer wa)'^, and 
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introducing already a “ contact "-process, was made by R. 
Schuberth (Ger. P. 5 2000, 4th April 1889). He states that 
the formation of sulphur dioxide is the principal cause of the 
loss which, in the best case, amounts to 30 per cent, of the total 
SO.^, and in the case of large vessels or furnaces may destroy 
all the SO.5 present. This is caused by the prolonged contact 
of free S 0 .> with the red-hot sides of the retorts ; and this 
circumstance had confined the Bohemian process to the use 
of small vessels, involving a large consumption of fuel and 
of clay retorts, together with the necessity of employing much 
skilled labour and other drawbacks, such as the escape of acid 
smoke into the atmosphere. All this is avoided by bringing 
about the decomposition of the sulphates in a partial vacuum, 
and removing the vapours by aspiration. This can be done 
with ferric sulphate obtained in the Bohemian manner from 
schist, or with artificially prepared sulphates of iron, etc. The 
operation is carried on in a horizontal shallow fireclay retort, 
provided with a cast-iron mouth-piece like that of gas-retorts. 
This mouth-piece contains an opening for charging and 
discharging, and a stirring-rake sliding in a stuffing-box; 
when not at work, the rake is pull^ back towards the front 
so as to be out of the heated portion of the retort. Above the 
furnace is placed a cast-iron tube, containing a suitable filtering- 
substance for the gases, such as broken glass or pottery, 
asbestos, glass-wool, and the like. This gas-filter communicates 
on the one side with the retort, on the other side with a cast- 
iron air-pump. The vapours, drawn by this pump from the 
retort and passed through the filter, are forced through an 
upright cast-iron cylinder, lined with earthenware and containing 
a ‘number of* perforated dishes, charged with 10 per cent, 
platinised asbestos. The apparatus is heated by the waste 
gases frbm the retort-fire and serves for regenerating SO3 from 
the sm?ll ‘quantities of SOg and O formed in the retort. 
From here the vapours pass into cast-iron condensers, where 
they are absorbed by ‘strong sulphuric acid, the condensation 
being aided by pressure. During the operation the sulphate 
within the retort is raked up several times; b‘ut while this 
is done, the pump is stopped in order to avoid any dust 
being drawn away. The employment of a vacuum causes 
a quick dccqjnj position of the ferric sulphate, with but slight 
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formation of SOg; the duty performed by the apparatus is 
large, and the consumption of fuel much less than before. 
The residue is not overheated, as is the case in the lower 
ranges of the galley-furnace, and is thus better adapted for use 
as a paint ; from the same reason it is also possible to use 
it over again for forming ferric 'sulphate. If sodium sulphate 
is to be used, the retort is made with a dished bottom, lined 
with platinum. This is charged with sodium sulphate once 
for all; by adding sulphuric acid of 140'' Tw. bisulphate is 
formed, which (in the same way as is done in the case of 
ferric sulphate) is first heated without connection with the 
condensers till all the water has been driven out, and fumes 
of SO;, and SOg appear, whereupon the connection is 
established and the heating continued. The residue in the 
retort is again treated with ordinary sulphuric acid, and thus 
used over and over again {cf. Neale’s patent p. 1296). 

I am not aware whether Schuberth’s process has been 
practically carried out, and if so, with what success. 

It is, however, possible that the following process may be 
profitable, since under the special circumstances of the case 
the acid costs nothing (or less than nothing, considering the 
trouble caused by the necessity of ^removing it), and the 
value of fuel in the special local case is also extremely slight. 
Ragosine and Dworkowitsch (Ger. P. 43453) employ the acid- 
tar {sliidge-acid) produced in the purification of crude petroleum 
in enormous quantities and containing up to 90 per cent, free 
acid (cf. supra ^ p. 1179). This they mix with ferric oxide. 
This mixture produces a strong reaction, so that pa"t of* the 
water evaporates ; and sometimes it is even necessary to cool, 
as the decomposition of the sulphate begins at 150° C. The 
solid mass produced is crushed and dried, and is heated to 300'* 
or 5CX)" C. Fig# 486 shows the furnace emplpyed for this 
purpose. It consists of a muffle A with a veryMojv arch; 
through the tuyere b dry air is injected, and the heavy vapours 
of sulphuric anhydride are drawn off tlirough c. The waste 
fire-gases serve for drying the mass in pan B. • 

Some have proposed to make fuming O.V. from ferrous 
sulphate (copperas), which, on calcination, yields basic ferric 
sulphate, Fe20(S04)2; but this is evidently even much less 
promising than the process starting with FcgQj^and H5SO4, 
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and the calculations made by Schemfil (Fr. ll, 2nd December 
1869 ; J/of///. Sdcfit., 1870, p. 492) are entirely worthless. 

Anzies (Fr. P. 420675) mixes anhydrous calcium sulphate 
with ferric oxide and heats to 800'' to 1300". The escaping 
mixture of SO., - 1-0 is passed over the oxides of Mn, Wo, 
or Th at 200'', whereby SO^ and 0 combine to form SO3. 

Magnesium sulphate was patented for this manufacture 
by Sonstadt (3rd March 1875) the shape of natural kieserite 
or calcined Epsom salts. The operation vras to be carried 



Fig. 486. 

out exactly as with ferric sulphate. But it is a fact (cf. 
Wagner’s Jahnshcr., 1876, p. 327) that magnesium sulphate on 
calcination yields very little SO^, mostly SO^ and O. 

Sodium pyrosulphate, Na^SgOy, is readily produced by 
heating the eUsily manufactured bisulphate, NaHS04, till the 
chemically combined water is expelled. On heating to a 
higher temperature the pyrosulphatfe itself gives off sulphuric 
anhydride,* Na.,S207 = Na2S04 4-S03, and the normal sodium 
sulphate left behind can be employed f6r again making 
bisulphate. This has formed the basis of more than one 
proposal. •’ 

Prelier (B. P. 29th June 1847) proposed to piepare fuming 
oil of vitriol by ‘the following process, which is said to have 
been tarried *out in France on a large scale, evidently only 
for short time (if at all).^ One hundred parts of calcined 
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sodium sulphate are mixed with 2 parts of potassium 
sulphate and 2 parts of gypsum, charged into retorts of 
sandstone (?), and a sufficient quantity of concentrated sulphuric 
acid added to form bisulphates. Then ^ heat is applied; first 
all the water distils over, then sulphuric acid of /f, then of 
106", then of 170" Tw., and at last fuming acid. The latter is 
recognised by the drops falling into water producing a hissing 
noise ; then a receiver filled with acid of 170" Tw. is put on. 
This acid sometimes contains sodium sulphate. The residue in 
the retort is always used for the same purpose. 

Wallace obtained a B. P. (22^5 of 1876) for heating 
sodium bisulphate in fireclay retorts; the formed anhydride 
or fuming vitriol is to be collected in earthenware jars with 
a lid perforated for receiving the gas-pipe, which can be 
replaced by a plain cover; thus the acid can be sent out 
in the receiver itself, and the fumes emitted in pouring it 
from one vessel into another are avoided The fumes first 
coming over, which consist of aqueous •sulphuric acid, are 
condensed separately. The sodium sulphate remains in the 
retort, and is always reconverted into bisulphate by adding 
sulphuric acid ; so that a continuous operation is possible. 

Dr y\dolph Clemm (personal infoynation) introduced the 
bisulphate process at the works of G. C. Zimmer at Mannheim 
in 1877, and already in May 1877 he delivered eighty stc^e 
jars of 40 per cent, fuming acid to the Badisclie Aniline and 
Soda works. This process was carried on for a number of 
years, until the adoption of the contact-process by the Badische 
and other factories made competition impossible.^ 

Fuming Sulphuric Acid from the Action of Boric Acid upon 
Sodium Bisidphciic (Kerl-Stohmann, Chem., 3rd. ed., vi. p. 156^)- 
— This method has probably never advanced beyond the 
state of a sugge;*tion. . • 

From Magnesium Sulphate and Sodium Pfrosulphat^ mixed. 
— Wolters obtained a Ger. P. (3110 of 1878) for this 
purpose. MgSO^ acts upon Na.^S.207 ‘considerably below a 
red-heat, a double salt (MgSO^, Na^SO^) being fdrmed and 
SOf{ being lioerated.* Instead of NagSO^, 
be employed. The remaining salt is reconverted into the 
mixture first employed by treatment with water and ordinary 
sulphuric acid, and exposing to sufficient hea^t^ The value 



1270 MANUFACTURE OF FUMING OIL OF VITRIOL 


of this process is said to consist in the fact that the anhydride 
is liberated at a much lower temperature than from sodium 
pyrosulphate alone, thus preventing much loss, causing a 
larger yield of SOg, and permitting the use of ordinary fire- 
proof materials without any extraordinary wear and tear. 
(Experiments made in my laboratory with Wolters’s process 
have to a great extent confirmed these statements.) 

An additional Ger. P. (6091 of 1878) contains a simpli- 
fication which I in my laboratory experiments had employed 
as a matter of course. Instead of treating the residue 
from distillation with water and separating the salts by 
crystallisation, the dry double salt (Na — SO4 — Mg — SO^ — Na) 
is ground and treated directly with sulphuric acid (i equivalent 
to 2 of salt, as otherwise half the acid passes over in the 
hydrated state). 

On the large scale Wolters’s magnesium process does not 
seem to have been successful. But this appears to have been 
the case with a furtiier process of his, patented in 1881 (Ger. 
P. 12295). prepares sodiugi pyrosulphate, in the usual 
manner, by heating the acid sulphate NaHSO^, till the water 
has been expelled. When adding^ the pyrosulphate a large 
quantity of monohydrated sulphuric acid there is a decomposi- 
tion according to the formula : 

Na 2 S, 07 .+ H,S 04 = 2 NaliS 04 + SOg. 

The SOg is distilled off, and the hydrosodic sulphate is used 
for starting the process over again. This process has been 
actually at work in several factories, €,g. at Einergraben near 
Barmen during the years 1884 to 1889 (communication from 
Dr Adolph Arndt). 

A further patent of Wolters’s (Ger. P. 1 5639) shows that on 
heating' a mixture of a pyrosulphate with concentrated sulphuric 
acid in^caSt-iron vessels a crust of iron sulphide is formed, 
which firmly adheres and resists the acid in the process of 
distillation so long as' the hydrosodic sulphate remains in the 
retort. 

A detailed study of the pyrosulphat& has bben made by 
II. Schulze [Bcr.^ xvii. 'p. 2705); we can give only a very 
short abstract here. Dry potassium or sodium sulphate absorbs 
SOg ai the qrdinary temperature with considerable evolution 
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of heat ; but if a complete potassium pyrosulphate is to be 
formed, a higher temperature is necessary (soaking with SOjj 
and distilling off the excess at lOO'' to 120®). The sodium 
salt, treated in this manner, contairys only 85 per cent. 
NagSgOy. Many other bases form pyrosulphates as well. The 
method of Berzelius for preparing pyrosulphates, by heating 
the hydrosulphates, gave unsatisfactory results ; a better result 
is obtained by heating sulphates with chlorosulphonic acid 
(employing an excess of this, which is afterwards distilled off), 
the reaction being : 

K.SO, + SO.HCl = K,SA + HCl. 

[Unfortunately chlorosulphonic acid has hitherto been prepared 
only by means of SO.5, so that that process is not available 
for technical purposes.] 

An excellent process for preparing sodium pyrosulphate is 
that of Baum (Ger. P. 40696). Two hund/ed and forty kg. 
hydrosodic sulphate, or else 142 neutral socHum sulphate, and 98 
kg. monohydrated sulphuric acid arc put into a cast-iron retort, 
provided with agitating-gcar and connected with an air-pump. 
The latter is set in motion to produce a vacuum, and the retort 
is heated first to 260^, afterwards, witj! constant agitation for 
five to eight hours, to 300° or 320°. Most of the water comes off 
between 260'’ and 280^^, if the vacuum is equal to a column*of 
500 or 600 mm. mercury; the heating to 320'' is only done 
to make quite sure of finishing the reaction. It is useful to 
place between the retort and the air-pump a cooler, connected 
by a glass tube with a receiver. When no ynore . ater is 
observed to run down the glass tube the reaction is finished, 
and the melted mass is poured out to solidify into plates 
consisting of pure Na^S.p. (r/. Schuberth’s process, p. 1266). 

I' ' 

* 

Ot/ier Processes fv' the Manufacture of Sulphur Trioxide or 

Fuming Sulphuric Acid (apart from ^contact- processes). 

Dehydration of Sulphuric Acid by Metaphosphone Acid , — 
Nobel and Fdhrcnbach (B. P. 10860 of 1884) pass the vapours 
of boiling strong sulphuric acid over lumps of mptaphosphoric 
acid heated to 320°. This acid retains the water and part of 
the sulphuric acid, whilst vapoursgof sulphuric anhydride are 
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given off and are condensed in the usual manner. The opera- 
tion is performed in a vessel of glass or platinum heated in 
a sand-bath, the sulphuric acid vapours being passed in by 
a tube reaching nearly to the bottom. The vapours of SOy 
escape at the top, the liquefied mixture of phpsphoric and 
sulphuric acid runs out at the bottom, and is reconverted into 
mctaphosphoric acid by evaporation and calcination at a low 
red-heat. [Up to the present no material is known by which 
this process could be carried out. Glass or platinum certainly 
do not resist the action of fused phosphoric acid for any length 
of time.] 

Sulphuric Anhydride from Chamber-crystals. — O. von Gruber 
(Ger. P. 27726) proposed making SO.j from nitrososulphuric 
acid (chamber-crystals) by heating them with dry air and 
sulphur dioxide at a higher temperature, and recovering the 
nitre gas evolved. 

The Utilisation of the Sulphuric Anhydride contained in 
Pyrites-kiln *'It is well known that ordinary pyrites-kiln 

gases contain a somewhat considerable quantity of sulphuric 
anhydride, which may occasionally amount to nearly 10 per 
cent, of the total sulphur acids Resent {cf. p. 565). This 
fact has been utilised by various inventors. Majert and Messel 
(B. P. 1201 of 1878) pass the burner-gas through concentrated 
sillphuric acid, which dissolves the SOy, and can thus be brought 
up to real monohydrate, IUSO4, or even further ; but un- 
doubtedly this acid must be saturated with SOo as well, and 
this will make it useless for most purposes. 

'l. J. Cox and The du Pont de Nemours Powder Company 
(Amer. P. 1002824) state that the preparation of fuming O.V. 
b)’ passing gases containing anhydrous SO3 through a com- 
paratively small quantity of concentrated sulphuric acid suffers 
under 'the drawback that the heat of the reaction and the 
quickly, increasing concentration of the absorbent interfere 
with the absorbing process. They remedy this, firstly, by 
keeping both the gases and the absorbing acid at a certain 
optimum 6f temperature, viz., from 29-4 to 46'’ C. ; and secondly, 
by regulating the proportion between the absorbing acid and 
the gases containing in such manner that it does not 
get below the rate of 43 : i. The B. P. is 8528 of 1911, taken 
out by A. J. Jioult, as commjanication from Cox. 
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Blackmore (B. P. 27907 of 1904) oxidises SOo by an oxidis- 
ing compound in such manner that the heat produced is taken 
up by an endothermic reaction taking place in the same space, 
and thus the dissociation of the SO3 foriped is prevented. 

R. Frank (Ger. P. 194879) burns sulphur with oxygen 
under a pressure of at least 100 atm., which causes the 
quantitative formation of SO.5. The gas coming out of the 
compressor is allowed to expand and cool down, which 
causes the SO^'to crystallise out as a solid; the escaping 
oxygen is used over again and its rapid extension causes 
a further lowering of the temperature, preventing loss of SO.}. 
The yield is stated to be quantitative. 

0. Bender (Ger. P. 195810) expo.scs a mixture of SO.^ and 
0, with or without N, to the action of an oxyhydrogen flame, 
in a furnace similar to a gas-producer, fitted with a grate for 
fuel and above it a hopper for charging fuel, brimstone, or 
some sulphur-containing material. 

Hilbert (Fr. P. 389032; Ger. P. 207761) pioduccs SO.; in 
the manufacture of glass by employing calcium or barium 
sulphate, in lieu of the carbonates, in that manufacture. A 
mixture of gypsum, sand, and alkali-sulphate is completely 
decomposed in that manner, all the, sulphur being evolved 
as SO.}; a temperature of about 1400’ is most suitable. Many 
waste sulphates may be thus utilised. In electric furnj^es 
the work can be done at a temperature of 1250 ; the absence 
of CO.^ from the gases very much facilitates the process. In 
ChcDL Zeit,^ 1910, p. 390, it is stated that this process has been 
successfully carried out on a manufacturing scalg. 

Olga Niedenfuhr (Ger. P. 230533) describes the continuous 
production of SO.} and H0SO4 from fuming O.V. by quickly 
heating it to the temperatyre of distillation by means of pyrites- 
burner gases, djrected immediately on 4he t®p of, *or into 
the O.V., where the SO.j contained in them is afso ^utilised. 
New O.V. is continuously fed into the still. 

Me. Fetridge (Amer. P. 988646) prepares sulphuric anhy- 
dride by injecting finely divided metallic sulphicfes, with a 
regulated volume of air, into a furnace where t^he S is converted 
into SO2 and the metals into oxides. These oxides, suspended 
in the gas, are supposed to free the ga.ses from arsenic and 
to convert by catalytic action the SO2 into SO3. . 
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Briggs and Merriam, Assignors to the General Chemical 
Company (Amer. P. 1013638) bring sulphuric anhydride and air 
into contact with finely divided sulphuric acid (94 to 95-5 
per cent), which is ma^e to move in an opposite direction to 
that of the mixture, the latter preferably passing upwards and 
meeting the acid in a descending film. The apparatus is cooled 
outside, so that all the SO3 is absorbed. 

Application of Electricity for manufacturing Sulphuric Anhy- 
dride . — Leon (Fr. P. 20608S of 9th June 1890) proposed manufac- 
turing sulphur trioxide by the electrolysis of sulphuric acid of 
66° or 65°-5 Be. The current must not exceed ampere per 
square centimetre, in order to avoid heating. Thus SO3, H, 
and O are produced ; the former is condensed and the latter 
escape. The electrodes arc made of platinum or carbon ; they 
are kept 2 or 3 mm. apart by means of asbestos or glass-wool, 
which reduces the electrical resistance of the bath to 2 or 3 
ohms per centimetre, and permits a near approach to the 
theoretical yield, vi;^., i kg. H.,SO^ for each half horse-power 
per hour, or i kg. of 45 per cent. Nordhausen acid. Sometimes 
a deposit of sulphur is formed on the cathode, but this is got 
rid of by reversing the current. 

Some more details re*^pecting Leon’s process are given in his 
Ger. P. 571 18. He works in a cast-iron tank, cooled from 
without and covered with a slate slab. In the centre is the 
hollow platinum anode, with a water-cooled brass box inside. 
It is surrounded by an open, annular cathode, provided with 
open passages at the bottom, and supported by glass-coated 
copper rods, ending in platinum caps. With currents of very 
low density (o-i ampere to i sq. cm.), in which case the voltage 
ca*n be lowered to 2-5, the electrodes are 3 cm. high, and consist 
of crude copper, coated on both sides, with platinum-foil soldered 
with gdld; these are coiled in a spiral shape and kept at a 
proper distance by glass rods and asbestos cord. Per hour i 
kg. anhydride can be produced with an expenditure of 0-9 h.p., 
or I kg. fuming acid or 68° Be. with an expenditure of i-2 h.p. 

Garroway (B. P. 1755 of 1903) passes sulphurous acid gases, 
together with air .ozonised by electrical discharges and oxides 
of nitrogen uj\a column or tower. 

Riescnfeld (Ger. P. 229274) prepares SO3 by the action of 
electdc discharges on burnei^ gases, while keeping the tempera- 
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ture below 46'’, in which case ozone is formed and the reaction 
3800 + 03= 3 SO3 takes place. The reaction is almost quanti- 
tative, but care must be taken to keep the temperature 
below 46” C. 

Application of the Ultraviolet Light-rays for manufacturing 
sulphuric anhydride.— The manufacture of sulphuric anhydride 
by the combination of SOo with O to SO3 under the influence of 
the ultraviolet rays of light was patented by Cochn and Becker 
(Ger. P. 217722). . According to them an essential condition is 
the keeping up of a small intensity of the light. The mercury 
lamps, used for this purpose, must not be of the type most 
appropriate for lighting purposes, but they must be worked 
with a small pressure of mercurial vapour. By diminishing 
the intensity of the light, its catalytic action is retarded ; hence 
it is necessary to apply heat, up to 300", for accelerating the 
process. In the place of pure O and 80 ^, air and burner gases 
may be employed. The light reaction obevs the law of the 
action of masses; hence the yield is increased by increasing 
the concentration of oxygen. 

Daniel Berthelot and Gaudechon {Coniptcs irnd., CL., p. 
1517 ; Chew. Centr., 1910, ii. p. 365) found that SO., by the ultra- 
violet rays of light, even in the presciife of oxygen, is split up 
into its elements; the split-off oxygen by a secondary reaction 
oxidises the SOo still present to SO3. 


The Manufacture of Sulphuric Anhydride {also of Fuming and 
Ordinary Sulphuric Acid) by “ Contact '^-Processes} 

This manufacture, which, after a number o£ unsuccessful 
attempts, made during a period of many years, was definitefy 
established in the last quarter of the nineteenth century, has 
during the last fe^^ years enormously incrdlased in ijnportance, 
and apart from supplying all the fuming sulphuric ac*id now 

^ The history of the contact-processes for tlfe manufacture of sulphur 
Irioxide, etc., has been treated by Winkler, in Z. angew. Ckem,^ 1905, pp. 
1512 et seq. and 1654 e1% seq. His paper contains nothing essentially 
different from what had been already given ia.thc former editions of this 
treatise. One of his statements, concerning the action of arsenic as 
“contact-poison,” was rectified by the Badische Anilin und Sodafabrik, 
eod locOi p. 1902. 
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used, bids fair to oust the time-honoured lead-chamber process, 
at least for the manufacture of highly concentrated acid. 

Up to 1899 very little was known as to what the various 
factories were doing in that respect, complete secrecy being 
observed thereon. The ice was broken by the publication of 
the patents taken out almost simultaneously by the Badische 
Anilin und Sodafabrik, by the Hoechst works (Meister, Lucius, 
& Briining), and the Mannheimer Verein chemischer Fabriken. 
But even then most of the circumstances of. the rise and the 
present state of this industry remained unknown. This veil 
was to a certain extent lifted by a lecture given by Dr Knietsch, 
of the Badische Anilin und Sodafabrik, before the German 
Chemical Society and published in the Ber,, 1901, vol. xxxiv. 
pp. 4069 et seq. 

It is needless to say that I have fully drawn upon this 
source in my account, as well as upon everything else accessible 
in print ; but I have had, moreover, the good fortune to receive, 
for the purpose of. this work, extended and most valuable 
communications, embracing very many hitherto unpublished 
facts, from most of the firms or inventors connected with the new 
contact-processes, as will be apparei^ from the following pages. 

The first observation of what we now call “catalytic” or 
“ contact ’’-reactions, seems to have been made by Sir Humphrey 
Duvy, in 1817. He found that heated platinum wire, intro- 
duced into a mixture of oxygen or air with hydrogen, carbon 
monoxide, ethylene, or cyanogen, increases its heat to a vivid 
glowing, and that the gaseous mixture is slowly or rapidly 
burned. In 1820 Edmund Davy found that platinum black, 
obtained by pVecipitating a platinum solution with hydrogen 
sulphide, treating the precipitate with nitric acid, evaporating 
the solution, and boiling the residue w^th alcohol, when 
moistened w^th spipt of wine, glows up in the air with 
combu^ioli of the spirit. In 1822 Doebereiner found that the 
residue produced by igniting ammonio-platinum chloride, when 
moistened with alcohcfl, in the air behaves in the same manner ; 
and in 1813 he found that finely divided platinum inflames a 
current of hydrogen, directed upon it ifi the pfesence of air, 
upon which reaction *iie founded, in 1824, his celebrated 
inflanfiing-machine. 

Although^ the terms “coptact” or “catalytic” reactions were 
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not used at thal: time, it is worthy of notice that, soon after 
Doebereiner had discovered what we now call the contact 
reaction of platinum in effecting the union of oxygen and 
hydrogen, Dulong, Thenard, and Dumas found that a number 
of other substances, both simple and co*mposite, had the same 
effect ; and the notion soon gained ground that these substances 
owe their function to their porous properties by which gases 
are condensed within the pores to a small volume, and the 
molecules are thus brought more nearly together, so that they 
can react more easily upon each other. 

In 1835, Berzelius xv., published in 1836, pp. 237 

ct seq) comprised the just mentioned reactions in the same 
group with a number of reactions observed in organic 
chemistry (the conversion of starch into sugar by dilute 
acids, the fermentation of sugar by yeast, the production of 
ethylic ether from alcohol by strong sulphuric acid), also with 
the decomposition of hydrogen peroxide by a number of 
substances, all of them apparently caused by a certain body 
which remains unchanged and does not itself take part in the 
new combinations. Berzelius more especially refers to the 
celebrated investigations by Mitschcrlich on the action of 
sulphuric acid in the formation of ether from alcohol ; the terms 
“contact-substance” and “ contact- reactions ” indeed were first 
used by Mitschcrlich. Berzelius, however, went further jind 
attributed the above, and all analogous reactions, which he 
calls “ catalyses,” to a new “ catalytic force ” which he does not 
define very clearly. 

We must here mention that Berzelius in the work* just 
quoted does not refer to the contact action of platinum on the 
union of sulphur dioxide and oxygen, although this fact could 
hardly have been unknown to him. Wc shall enter into the 
general subject i^f catalysis later on. 

Several years before Berzelius published the abflve^generali- 
sation, a fundarn'ental invention had been made which applied 
to what was afterwards called the catalytic action of platinum 
in the preparation of sulphur trioxide from dioxide and 
atmospheric* air. The B. P. 6096 (21st March 1831), by 
Peregrine Phillips, junior, of BrisMl, vinegar manufacturer, 
describes. “Certain improvements in manufacturing stilphuric 
acid, commonly called oil of vjtriol, viz., firstjy, cau&ing an 
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instantaneous union of the sulphurous acid gas with the oxygen 
of the atmosphere, and so save saltpetre and the cost of vitriol 
chambers, by drawing them in proper proportions, by an air- 
pump or otherwise, through an ignited tube or tubes of platina, 
porcelain, or some material not acted on by heated. sulphurous 
acid gas, in which are fine platina wire or platina in any finely 
divided state. The sulphuric acid formed is absorbed in a lead- 
lined tower, filled with pebbles over which water is made to 
trickle down.” 

Undoubtedly we have here the fundamental features of the 
contact-process as now employed, and Peregrine Phillips must 
be called its inventor in the same way as Dyar and Hemming 
are the inventors of the ammonia-soda process. The history of 
both inventions presents some common features. Made and 
patented in England, within a very few years of each other, by 
persons otherwise absolutely unknown, evidently neither trained 
chemists nor practical manufacturers in their respective lines, 
they remained almost unnoticed in the country of their birth ; 
they were taken up in foreign countries, at first by men of 
science, afterwards by manufacturers, but only after having 
suffered many checks were they ^ught to full technical 
success, both abroad ancj in England, after an almost equally 
long interval, during which all attempts in that direction were 
jud^ged hopeless. 

Almost immediately after the publication of Phillips’s patent, 
two German scientists repeated his experiments. Magnus 
{Pogg. Ann., 1832, xxiv. p. 610) found that 2 vol. sulphur 
diox'lde mixed with i vol. oxygen (or more slowly with the 
corresponding quantity of air) is gradually condensed into 
sulphuric acid In the presence of water, but much more quickly 
in the presence of heated platinum, especially in the spongy 
state, Magnus also qbserved the formation of a little sulphuric 
acid on ^ coviducting the gaseous mixture through a darkly 
red-hot tube containing broken glass. At* the same time 
Doebereiner {ibid,, p. 6c»9) mentions that he had succeeded in 
condensing* a mixture of 2 vol. sulphur dioxide and i vol. 
oxygen by the assistance of “hygroscopicilly moist” platinum 
black to fuming sulphufit: acid. (The formation of what we 
now call “sulphuric anhydride” had been also noticed by 
Phillips and Magnus.) ^ 
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A. W. Hofmaiin, in his Report by the Jury on the Exhibition 
of 1862, p. 9, mentions a patent of Kuhlmann’s, bearing upon 
the use of platinum as contact-substance for converting SOg 
into SO.^, dated 22nd December 183S. ^ There is no English 
patent of this kind ; probably it was a French patent. 

In 1847 it became first known that a Belgian chemist, 
Schneider, had worked on “ the manufacture of sulphuric acid 
and its concentration to 66" Be. without lead chambers and 
platinum still by^ contact-process.” The first communication 
appeared in Dingl. p. 395 ; further communications, 

all from French sources {Comptcs rend.^ Jlfoniteur universely 
Bulletin de la Societi d' Encouragemcnt\ in the same journal, 
evii. pp. 159 and 362, and cix. p. 354. The last is the most 
extended and contains both a description and somewhat 
detailed drawings of his apparatus. Schneider showed his 
process first to a number of Belgian gentlemen (among them 
Chandelon), afterwards to a committee appointed by the 
French Academy of Science, to which* belonged Dumas, 
Pelouze, and Payen. Their report (by Payen) testifies that the 
process had been demonstrated by a model — that, in fact, 
sulphuric acid had been made without nitric acid or a nitrate, 
with a yield approaching that obtained in the actual manu- 
facture (by the lead-chamber system), and much greater than 
was attainable on the small scale without the action of porous 
bodies. Schneider employed as contact-substance pumice, 
prepared in a manner which he kept secret even before the 
examining committee, and which has never been divulged, so 
that we do not know whether his pumice was platinised (which 
is the most likely assumption) or treated in an^ other way ; 
his apparatus (which does not appear to have advanced beyortd 
the stage of a weyrking model) required, for the treatment of 
800 kg. sulphur fier diem, the considerables space, of 50D cb.m., 
with a contact-surface of 9500 sq. m. * « 

Schneider reports that already twelve years before, in 
March 1835, Clement-Desormes wrote td him as follows:— ** I 
am convinced that in at most ten years it will be Jiossible to 
make sulphuric .acid "bn the large scale from^ its constituents 
without lead chambers, nitric acid, or nlfrates.” But that was a 
wrong prediction, and at all events was never realised “ on the 
large scale” by Schneider, of whom the world hajs^ never heard 
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anything since. We find no mention of fnmfng sulphuric acid 
in his publications. 

Platimnn in some shape or other has been alluded to by 
many inventors since Phillips. Already in 1846(3. P. 11425) 

J. T. Jullion mentions' platinum sponge or “asbestos coated or 
covered with platinum” or other “catalytic or contact-sub- 
stances” heated to from 600° to 900° F. (316" to 482'’ C.) ; but 
he applies this only to the conversion of nitrogen oxides into 
“hyponitrous, nitrous, or nitric acid,” and to that of hydrochloric 
acid vapours, by means of oxygen or air, while he makes sulphuric 
acid from water, sulphurous acid and chlorine without platinum. 
But a few years later we find platini.sed asbestos clearly indicated 
for the manufacture of sulphuric acid. 

In 1852 Petrie (B. P. 590) mentions, besides siliceous 
matter and spongy platinum, also “ filaments of asbestos coated 
with platinum.” And in a specification. No. 188 of 1854 (not 
carried beyond provisional protection), W. H. Thornthwaite 
speaks of manufacturing sulphuric acid by carrying the vapours 
of sulphurous acid and the requisite quantity of common air, or 
passing the fumes from a burning mixture of sulphur and 
nitrate of potash, over a heated c^lysing agent, “ by which 
a considerable saving of nitrate of pmash is effected.” As such 
“ catalysing agents ” he specifies ''platinised asbestos or other 
pkitinised substance not liable to change from the action of 
sulphuric acid, or the sesquioxide of chromium, of iron, or other 
sesquioxide.” 

In 1855 (Liebig’s Jahresber., 1855, p. 308) Piria describes the 
pre‘paration of anhydrous sulphuric acid by means of platinised 
pumice from 'SOg and air, or preferably oxygen. He had 
evidently beeh working entirely on a laboratory scale, but it is 
interesting to note that his special object wa^. the preparation of 
sulphuric anhydrid<j, not of ordinary acid, as, most of the other 
inventqrs had in view. 

Already Magnus, as we have seen, had ‘united SO2 and O 
by another “contact-substance” than platinum. In 1848 (B. P. 
12264) Laitning applied for this purpose pumice-stone, prepared 
by boiling it in concentrated sulphuric ac 5 ld, immersing in water 
containing a litfle am\honia, drying and heating in a closed 
retort to near 6oo‘’ F. (316° C.) with about i per cent, of 
peroxide of manganese, and allowing it to cool out of contact 
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with the atmospfiere ; he describes the product as a “ catalytic 
porous body,” The “sulphurous-gas is mixed with a due 
proportion of atmospheric air and a minute quantity of 
ammonia gas ” (!), and is passed through vertical columns filled 
with the catalytic body and kept between 550” and 600" F. 
(288° to 316° C.); the sulphuric acid formed therein is washed 
out of the columns by water, a chimney maintaining a current 
throughout the whole conduit. 

The next publication to be noticed is by Blondeau {Comptes 
rend., 1849, xxix. p. 405). Starting from an observation made 
by Boussingault on the formation of sulphuric acid in some 
American rivers, near which the gases from burning sulphur 
ores came into contact with argillaceous sand and schist, 
Blondeau passed a mixture of sulphur dioxide, air, and steam 
through a red-hot porcelain tube filled with argillaceous sand, 
no doubt also containing ferric oxide. He obtained some 
sulphuric acid, but this was not followed up. 

A few years later a very important further step was made 
for the introduction of other contact-substances than platinum. 
Woehler and Mahla found in 1852 {Afin. Chem. Pharm., Ixxxi. 
p. 255) that the oxides of copper, iron, chromium, best of all a 
mixture of chromium and copper oxide, brought to a low red- 
heat, caused the formation of thick fumes from a mixture of SOg 
and O. Platinum as sponge and sheet did not act at ordinary 
temperatures ; but it acted far below red-heat, copper sponge 
only after superficial oxidation. Woehler’s results gave an 
impetus to several trials at factories (for instance, at the Oker 
works), which, however, remained fruitless Jahrhber. 

for 1859, p. 144), because the time required for ftie reaction was 
too considerable. I have made inquiries about •the Oker trials 
in trustworthy quarters, which have shown, from official sources, 
that the experiments maSe there were perforiped in. an iron 
tube, with a mixture of sulphur dioxide and air, and l^d to the 
condensation of acid of 5° Be. in a lead tube fed with water. 
Evidently it was only a large scale labotatory experiment. 

Woehler and Mahla already gave what is probably a correct 
interpretatioh of th^ catalytic action in this case, viz., the 
alternate reduction of Fe^Og and CiA^ to Fe.^O^ and C UgO by 
SO2, and their reoxidation by the oxygen ; they also hoticed 
that the formation of SO3 took glace without the presence of 
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moisture ; but as the attempts at utilising the reaction on the 
large scale were made with a view of manufacturing ordinary 
sulphuric acid, there was probably no attempt made at exclud- 
ing moisture, which is very prejudicial in this case, as we shall 
see. 

Very soon after Woehler and Mahla’s publication, Robb 
took out two B. Ps. (731 and 788 of 1853), in which he 
describes the manufacture of sulphuric acid by passing 
sulphurous acid from pyrites-kilns over peroxide of iron, 
resulting from the combustion of pyrites, heated to dull red- 
heat in a furnace or kiln kept hot by the pyrites-gases them- 
selves, air being admitted at the bottom of the kiln. In his 
second patent he also mentions oxide of manganese and other 
substances, the whole to be coarsely powdered and made up 
into bricks, by means of clay or small coal, etc., dried until they 
are hard. As we have seen above, Thornthwaite in 1854 also 
mentions the oxides of chromium and iron. 

Trueman (B. P. *982 of 1854) makes sulphuric acid from 
pyrites-kiln and other gases both by the help of platinum 
(either in the shape of wire or of pumice-stone or other porous 
substances impregnated with platini^ chloride and ignited) 
and oxides of iron, copper, chromium, and manganese, broken 
into small lumps and kept at a red-heat. Thornthwaite’s B. P. 
25^h January 1854, contains nothing new. 

Schmersahl and Bouck (B. P. 183 of 1855) employ for the 
manufacture of SO3 a mixture of sulphurous acid and air, 
passed through heated tubes, supplied with asbestos, or a 
mixture of copper and chrome oxides, platinum in wire or 
sheets, prepared pumice-stone, coke, animal or other charcoal, 
pr* other porou's substances which afford an extensive surface. 
The gases are first passed through water pneviously to being 
combined with^ atmoi^heric air. »• 

i^also mentioned as a catalyser for the formation of 
anhydrous sulphur trioxide ; but the British patents quoted in 
support of this do not ilsfer to this subject. Thus Petrie (B. Ps. 
590 of 185^2; 2095 of 1856) passes the gases from burning 
sulphur through towers filled with pebbled ; but aS these are to 
be fed ‘ with water, there' ^is no question of “ contact-action ” as 
at present understood. W. Hunt (B. P. 1919 of 1853) employs 
chambers of flues filled witl^ pebbles or pumice or any other 
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material capable* of resisting the action of heat and acid, made 
nearly red-hot by the heat of the burner-gases or by the spare 
heat from coke-ovens and the like. “By this means part of 
the sulphurous acid gas is made to take up oxygen from the 
air more readily than when the gases are comparatively cool.” 
The sulphuric acid formed is carried forward with some 
sulphurous acid into a vitriol-chamber or into a condensing- 
tower fed with nitrosulphuric acid. Evidently Hunt did not 
contemplate a catalytic action in the proper sense (although 
this might occur to a slight extent), but merely the promotion 
of the union of SOo and O by the action of heat. 

Plattner {Die metallurgischen Rbstprozcssi\ Freiberg, 1856, 
pp. 334 ct seqi) tried to carry out Hunt’s proposal at the 
Muldencrh title at Freiberg in such a manner that no fuel is 
required for keeping the silica serving as contact-substance in 
the hot state. He arranged two vertical flues within the 
roasting-kiln or heap, filled with lumps of quartz or siliceous 
slate, and made the roasting-gases pass through these flues. 
We may disregard the results obtained by analysing a sample 
of gas drawn through caustic-potash solution, as this method 
yields altogether erroneous results, the sulphide in alkaline 
solution being quickly oxidised by thp free oxygen present; 
but although, on the strength of these analyses, Plattner 
assumed that a large proportion of SO., had been oxidised ^o 
SO.^ (in one instance 30 : i !), and says that further experiments 
were to be made, no practical results have become known, and 
we may well imagine that the real formation of SO3 was 
ultimately found to be too slight to be of any practical ifse. 

Cl. Winkler, in his paper quoted p. 1286, mentions that Reich, 
in a pamphlet on the steps taken for dealing with the noxious 
vapours at the Frejbcrg works, speaks of experiments made on 
the same line as.Plattner’s, but that the effect >vas much too 
slow for practical use. Since Reich presumably usee? tl\e same 
faulty analytical nSethod as Plattner had done before him, we 
may take it that there is really nothing certain known about 
the contact - action of silica, except that it is * altogether 
insufficient fof our pifesent purpose. 

Henry Deacon, the inventor of •flie celebrated chlorine 
process which bears his name, and which is tased dn the 
catalytic action of cupric sulphate, or chloride, tried to -apply 
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this action (of course in this case that of the sulphate) to the 
manufacture of anhydrous or ordinary sulphuric acid (B. Ps. 
753 and 1682, both of 1871). Evidently he had no practical 
success in this direction, although his own energy and that of 
his gifted collaborator, Dr Hurter, were sufficient to overcome 
any accidental difficulties. But it is interesting to note that 
he made two observations, important even to this day, viz. : 
that any too sudden cooling of gases after their treatment in the 
contact-apparatus should be avoided, and <hat the reaction 
goes on more favourably if an excess of air or oxygen is 
employed. Ilis instruction as to the best temperature for 
the contact-process is certainly too vague to do much good, 
viz., “between that point at which sulphate of copper begins 
to be decomposed in a current of hot air and about that point 
at which tin, melts.” Another patent of his (1908 of 1871) 
describes how the SO.^ formed by passing pyrites burner-gas, 
mixed with heated air, through a heated vessel containing 
burnt clay impregnated with a salt of copper is to be mixed 
with more air or oxygen and is tp be made to act on NaCl or 
KCl, in order to produce alkaline sulphates and free chlorine. 

Up to the time to which we^ave now arrived in our 
historical survey, nearly all the attempts at uniting sulphur 
dioxide and oxygen by contact-processes had aimed at replacing 
tk^ ordinary lead- chamber process, principally with a view of 
saving the great cost both of the plant and the nitre, which at 
that period was many times larger than it is at present, partly 
owing to the absence or imperfection of nitre-recovery apparatus, 
par'Uy to the much higher price of nitrate of soda. Several of 
the inventors certainly speak of fuming sulphuric acid or of 
sulphuric anhydride, as we have seen, but none of them 
except Piria (who evidently thought only of laboratory work) 
places this in ,the fo^'eground, for the simple reason that there 
was no, market for large quantities of fuming sulphuric acid, 
and the requirements of the world, at that time, were easily 
met by the Bohemian works, which could have supplied 
considerably more of that article, if it had been called for, at 
such a low cost that competition by th^ contact-processes, in 
the imperfect state theiil^nown, would have been very difficult. 

Ju'kt for ttiis reason the various inventors took no special 
care in cxcludjng moisture i?3 their experiments, if they did not 
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actually introduce water or steam on purpose ; and precisely 
this circumstance caused the catalytic action to be very slow and 
imperfect, as moisture (at least when exceeding an extremely 
small quantity) seems to act as a “ poison ” for most of the 
reactions in question. Nor was it sufficiently known up to that 
time (and much later) what great importance the complete 
removal of flue-dust and other impurities has for these processes, 
more particularly those employing platinum. This was first 
sufficiently proved in the year 1898 by the patents of the 
Badischc Fabrik. Last, not least, the development of chemical 
engineering was not sufficiently advanced to enable the 
manufacturer to transfer results gained in the laboratory to 
the large working scale as easily as this is the case at present. 
We surely need not wonder at the length of time which elapsed 
from the date of Phillips’s patent to the actual introduction of 
the contact-process in our industry, if we consider that the 
working out of the ammonia-soda process to a real going affair 
did not require much less time. • 

The first of the above-named reasons for the slow develop- 
ment of the contact-processes, viz., the want of an extensive 
market for fuming sulphuric acid, was removed through the 
invention of the synthetical production of alizarine (which 
became a technical fact about 1872, having been first discovered 
in December 1868), and of other colouring-matters, equaily 
requiring at intermediate stages of the manufacture the 
preparation of sulphonic acids, not obtainable except by the 
agency of fuming sulphuric acid. The demand for that article 
rapidly rose to such an extent that the Bohemian works founded 
upon the exploitation of “copperas-slate,” all of winch then 
belonged to the firm of J. D. Starck, could hardly supply 4 t, 
and the naturally., greatly enhanced pi ice made this situation 
even more unbc^arable to the manufacturers pf tar*colours. 
Many chemists at that period turned their attention towards 
the production ol* fuming sulphuric acid in other places afld 
by other methods, either in the direction of carrying out the 
Bohemian process with some other and more suitable material 
than the Pils^n slated or in that of applying one or more of the 
contact-processes invented from the tiAe of Phillips onwards. 

We have already mentioned (pp. 126^ et seq^ iht atfempts 
in the former direction, which ha^je all failed ip^the long run, 
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and we now turn to the second class of processes. It is worthy 
of remark that the foundations had been laid long before by 
Phillips’s patent for making sulphuric anhydride by the contact- 
process, and that only platinum and ferric oxide (which were 
used at a very early period), but no new catalysers, have come 
into practical use for manufacturing purposes up to the present 
time, as far as can be judged in the face of the great secrecy 
observed by most factories just on this point, in spite of the 
great number of contact-substances discovered since that time. 
To be sure, the recognised fact that for the platinum process 
all impurities, especially arsenic, must be removed, and that 
the heat of reaction is injurious and must be carried away, 
belongs to a later period and did not become known before the 
patents of the Badische Fabrik. But just that proposal which, 
at the turning-point at which we have now arrived, aroused 
the greatest attention, and professed both to explain the 
mishaps of former inventors and to usher in a period of more 
successful working, tviz., the exclusion of an excess of oxygen 
as well as of inert gas, has proved to be a step in the wrong 
direction, which has caused the waste of very much time, 
energy, and money. Indirectly, j^wever, it has been very 
useful in imparting fresh courage to those working in that 
field, and in first placing synthetically produced fuming sulphuric 
acfd into the market. 

The publication of Clemens Winkler’s paper in Duigl. polyU 
/., October 1875, vol. ccxviii., p. 128, is universally acknowledged 
to have been the opening of a new epoch in the history of the 
manufacture of fuming sulphuric acid, nay, although nobody 
dreamed of it at the time (as it has turned out), in that 
of sulphuric acid generally. That this was “in the air,” that 
the practical introduction of contact-processes from one side 
or another was only a question of time, need not be said, 
and is , be’st proved by the fact that almost on the same 
day that Winkler sent his manuscript to Dingier, W. S. 
Squire lodged an application for a B. P. (3278 of l8th 
September* 1875), which, strange to say, embodies precisely 
the same idea (now known to be errorieous) concerning the 
best composition of the* gases for the contact-process and the 
way of securing this composition by decomposing sulphuric 
acid itself by. strong heat^ This process was the common 
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invention of W/ S. Squire and Rudolph Messel. The two 
authors a little later (20th April 1876) read a paper concerning 
their process before the Chemical Society, but it does not 
appear in its Transactions. I am, however, enabled, by the 
kindness of Dr Messel, who has sent me* a manuscript copy of 
that paper, to quote a few points of historical interest from it. 
The inventors were, like Winkler, induced to try the catalytic 
process by the sudden rise in the price of fuming oil of vitriol, 
and they tested .the action of pumice impregnated with a 
solution of platinum chloride and ammonium chloride, heated 
to dull redness, on a mixture of the vapours of burning sulphur 
and air, or of SO produced from copper and sulphuric acid, 
with just enough air to oxidise the SOo* Dense clouds of SO.{ 
were at once observed, but could not be properly condensed. 
This was, however, possible when passing a mixture of pure 
and oxygen in the requisite proportions over spongy 
platinum. “ The whole, or very nearly the whole,” of the 
SO., was oxidised, and in the absence oj foreign gases the 
condensation of liquid SO., was “extremely perfect.” The 
next step was to prepare the mixture of SO.2 and 0 on a 
commercial scale ; and the inventors, like Winkler, bethought 
themselves of Deville’s celebrated process of preparing oxygen 
by subjecting sulphuric acid to a high temperature. They 
boiled strong sulphuric acid in a small platinum still, passed 
the vapours through a platinum tube kept at nearly white-heat, 
cooled and dried the vapours issuing from that tube, and passed 
them through a second tube containing platinised pumice kept 
at a dull red-heat. Thus they obtained nearly 70 parts of SO., 
from ICKD parts of white sulphuric acid. 

They further tried Woehler and Mahla’s nfixture of the 
oxides of chromiuni and copper, made into pills with asbestos 
arid heated to redness ; but they preferre<4 to employ spongy 
platinum in an apparatus erected at Silvertown, c?&p^ble of 
producing some tons of anhydrous SO.^ per week, which was 
nearly ready for starting at that time April, 1876). They 
ultimately note that the loss of activity of the catalytic agent is 
due to the ac(?limulatibn of foreign matter, si^ch as flue-dust, 
which would not exist in their process dTprepanng the mixture 
of SO., and O from strong sulphuric acid. (Arsenfe, howevfbr, is 
not mentioned here, and the importance of excluding ever* the 

4 N 



1288 MANUFACTURE OF FUMING OIL OF VITRIOL 


smallest traces of volatile arsenic compounds as a "contact- 
poison ” was evidently quite unknown at that time.) 

Winkler’s paper of 1875 deals firstly with the imperfe.ctions 
of the Bohemian process and the attempts at making it 
generally accessible by reconverting the ferric , oxide into 
sulphate by means of ordinary sulphuric acid {cf, p. 1265), which 
do not remove the principal objections to that process. He 
then turns to the attempts at the synthesis of SO. from SOg 
and O by contact-substances, among which platinum in a finely 
divided state is the most efficacious. The platinum should be 
spread over as great a surface as possible, and so-called platinised 
asbestos has been especially recommended for this purpose. 
[As we see, Winkler does not claim to have first proposed 
platinised asbestos, which had long before been used by Jullion, 
Petrie, and Thornthwaite, p. 1280.] Pumice or porous porcelain 
arc much less efficacious [cf. below, Winkler’s later experience, 
contrary to the above]. The action of platinised asbestos is, 
however, very diffenent according to the state of dilution of the 
gases. In a mixture of pure and pure O, 73-3 per cent, of 
the SOo was converted into SO.j, in a mixture of pure SOg and 
air only 47-4 per cent, and in a^as produced by burning 
sulphur in air, and containing 4 or 5 per cent. SOg, only il*5 
per cent Winkler concluded from this that the action of 
cQfntact-substances is diminished by the presence of inert gases, 
and, as a matter of course, an excess of sulphur dioxide or 
oxygen remains indifferent, and therefore acts as a diluent 
Hence the two gases should be employed in the exact 
stoechiometrical proportion, in which ca.se only can we expect 
a quantitative conversion of SO.> into SO.j. [This reasoning is 
in contradiction to the law of the action of masses, which was 
almost unknown to chemists or. at least hardly regarded by 
them at that time^ and it has been recogi>ised as erroneous 
by Wipklfer himself and everybody else: cf. Deacon, p. 1283.] 

» In order to obtain such a stoechiometrical mixture of pure 
SOg and O, without 'diluent gases, in the exact proportions, 
Winkler I;roposes to make use of the well-known fact that 
ordinary concentrated sulphuric acid is by strong heating 
decomposed into sulphur dioxide, oxygen, and aqueous vapour; 
the lattef is completely condensed and removed by absorption 
in strong sulphuric acid, ancj the remaining dry mixture of SOg 
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and 0 exposed to the action of platinised asbestos at a low red- 
heat (“gelindcs Rothgliihen ”). He describes a laboratory 
experiment made on those lines, in which 93 per cent, of the 
strong sulphuric acid was decomposed and 78-4 per cent of the 
decomposed acid (or 737 per cent of the total acid employed) 
was converted into SO.5. On this he founded proposals for 
carrying out the process on a large scale which we need not 
repeat, as that process soon after was recognised as too 
expensive, perhaps first of all (as we now know) by the 
inventor himself. 

(We must notice here that the yield of SO.., found by 
Winkler, although it seemed encouraging enough at a time 
when only the manufacture of fuming acid was thought of, and 
when that acid cost many times as much as ordinary sulphuric 
acid, would be called at the present time much too low even to 
pay for fuming acid. Of course longer practice would probably 
have led to a somewhat better yield, but we now know from 
theoretical considerations that the maximum yield obtainable 
from SO., requires the employment of more than the stocchio- 
metrical proportion of oxygen.) 

Winkler also mentions the possibility of the contact-action 
of platinum being destroyed in course of time; but this, he 
says, can be caused only by flue-dust and other extraneous 
impurities, which are excluded in his process of obtaining Ihe 
gaseous mixture by decomposition of sulphuric acid. 

A little later {Dingl. polyt.J., 1877, ccxxiii. p. 409) Winkler 
still defended his process against the objection of Debray, 
according to whom the decomposition of sulphuyc acid requires 
too high a temperature and causes a rapid destruction of the 
apparatus, whether made of metal or earthenware; but ve'Vy 
soon after, as wc shall see J^ter on from his own statement, he 
must have convirfced himself that Debray’s objections were only 
too well founded. 

The publication of Winkler’s paper acted upon the industiial 
chemical world like a sorcerer’s wand upon pent-up spirits. 
The fatal spell hitherto resting upon the synthesis*of sulphur 
trioxide by catalytic action seemed to be broken ; the relieving 
word seemed to have been found, which explained all the mis- 
carriages of former inventors, viz., that pure sulphur dioxide and 
pure oxygen should be present i» the theoretical prop’brtion 
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without an excess of either or any inert gases ; and although 
the method of securing this, the splitting up of sulphuric acid, 
was evidently too expensive and could of course never be 
dreamt of for the manufacture of ordinary sulphuric acid itself, 
this did not debar the expectation that the new process would 
break the monopoly of the Bohemian works for that expensive 
article, sulphuric acid. 

In Great Britain certainly Squire’s patent barred the way 
except for the firm to which the patent belonged ; but in 
Germany the road was free, as the patent law for the German 
Empire was only introduced in the following year, and Winkler 
had not taken out patents for the single German states. Any 
number of chemists in that country, where the sudden expansion 
of the coal-tar colour industry made the want most urgently felt, 
threw themselves upon this promising path. It is curious to 
notice that precisely the want of patent protection for Winkler’s 
process, much as it stimulated the efforts of other chemists 
in one way, had a^harmful effect in another direction. Just 
because no patent stood in the^way, a number of factories 
sprung up in Germany for the purpose of carrying out Winkler’s 
process, and all efforts were directej|r' towards overcoming the 
technical difficulties of decomposing sulphuric acid into SO.„ O, 
and Hp, which are caused by the very high temperature 
required for this reaction, and the immense corrosive action of 
the substances in question on the material of the apparatus. It 
took much time, labour, and capital before it was recognised, 
both that this part of the process was much too difficult and 
expensive for ^oractical purposes, and that it was worse than 
unnecessary even to aim at producing an exact mixture of 2 
vdl. SO.^ and i vol. O.^. If other chemists had been compelled, 
by the existence of a patent for Wjnkler’s process of 1875, to 
turn thbir attentions in another direction, thair labours would 
have been * much sooner rewarded with success. The loss of 
tiihe and trouble in this matter is very strongly expressed by 
Ostwald (Z. Elektrochem.y 1902, viii. p. 154), who says that every 
chemist acquainted with Guldberg-Waage’s law might, a quarter 
of a century ago,, have read the fallacy oV Winkfer’s reasoning 
from the equation of the reaction. But it is only just to 
Winkler to point out that in 1875 very much later hardly 
any chemisli . scientific or. practical, did pay attention to 
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Guldberg-Waagc’s law in his reasoning. Winkler’s paper 
notoriously at once roused quite as much attention among 
purely scientific as among practical chemists. Probably every 
professor of chemistry has mentioned it in his lectures from that 
time to the present, and most of them liave demonstrated his 
experiment in their lectures. Why was Winkler’s reasoning 
never protested against, as contrary to the above law, until 
Knietsch did so in 1901 ? Nobody can blame Winkler for his 
mistake in neglecting that law in 1875, a mistake which 
practically every professor of chemistry has committed who 
has quoted his work without criticism, as they all did during 
many years. Winkler indeed was quite in the right when 
trying to exclude nitrogen as an injurious diluent, and he 
erred only in considering any oxygen present over and 
above the stoechiometrical proportions as an equally injurious 
diluent. 

One of the first who recognised the fact that the preparation 
of a mixture of exactly 2 vol. SO^ and i •vol. without any 
other gases, was unncce.ssary, and, as we now know, not even 
suitable for the purpose in question, was Winkler himself, as 
we shall see later on ; but this remained a profound secret for 
many years, up to I9(X), and during Jthe first few years after 
1875 the original Winkler process, based on the decomposition 
of sulphuric acid into SO^, O, and H^O at a very high tempera- 
ture,^ ruled the exertions of most or all German chemists. A 
number of factories founded upon that process soon sprang up, 
as there was an enormous margin between the cost price of 
fuming O.V. and its selling price at that time (2s. ( 5 d. per* kg. 
of SO., contained in fuming O.V.). The monopoly of the 
Bohemian works was thus broken. 

I cannot ascertain when the first fuming acid made by 
synthesis at the Silvertown works came into tl>p market. In 
Germany this was undoubtedly the acid made by Dr ^dolph 
Clemm in 1877, as* mentioned p. 1269, by the bisulphatc method. 
Soon after followed Dr Emil Jacob* in Kreuznach, who 
’ In Germany the expression “Winkler’s process” is frequently, but 
altogether erroneously, aj^hHed to the production of sulphuric anhydride by 
platinum catalysis generally. E>ddently that txpressioft should be confined 
10 that modification of the catalytic process which is mentioned in the text, 
as published by Winkler in 1875, and simultaneously and independently 
invented by Squire and Messel. 
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apparently worked first by Winkler’s method, but later on with 
gases from burning brimstone. 

An authentic report respecting the work carried on in 
secrecy at Freiberg, from 1877 onwards, will be found later on. 

From communications by Dr Emil Jacob, and original 
documents submitted by him, it appears that he supplied large 
quantities of 43 per cent, fuming acid to the Hochst works in 
1S79. t88o the yield of such acid, starting with strong 
sulphuric acid (66 ' Be.), was 61-9 per cent., in ,1882 already 70-4 
per cent. The following cost-sheet for four months, commenc- 
ing 1st January 1882, even now presents sufficient interest to 


be reproduced here : — 

Marks. 

258,408 kg. acid 66'" Be. ..... 22,988 

32 truckloads coal ...... 4,000 

Wages ....... 3,600 

Repairs and replacing apparatus .... 2,800 

Amortisation 10 per cent, on 24,000 M. (cost of plant) . 800 


Cost of 181,990 kg. fuming acid (43 per cent. SO..), with- 
out packages . . . . . 34,1^8 

Selling price of same ..... 67,340 

Besides 43 tons weak acid 27“ Be. m 


On 17th August 18S2, Dr Jacob sold his process, which was 
at^that time the same as the Winkler process of 1875, to 
Messrs Meistcr, Lucius, & Briining, who forthwith introduced 
it at their Htichst works. But in 1886 he started working with 
pyrites-gases, and in 1887 with brimstone-gases, which answered 
very well. 

About that^time the Ludwigshafen factory of the “ Badische ” 
commenced Wbrk, but the precise time does not appear clearly 
from the statements of Knietsch {Ber,, 19QI, p. 1477). 

At lUcarly the same time the Thann Chemical Works, in 
Alsace, proceeded on other lines. The following communica- 
tions as to their hitherto entirely unknown 'doings are due to 
the kindness of M. Meunier-Dollfus, the surviving partner. In 
Scptembeii 1878 the above firm made a contract with the firm 
of Chapman, Messel, & Co., of London ar.d Silvertown, for the 
purchase of the' proceo!) patented by W. Squire in 1875 and 
following yeJirs, founded (like Winkler’s process) on the 
decomposition of strong sulphuric acid by heat. While the ^ 

I * 
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preliminary rese^irches were going on for adapting and install- 
ing that process at Thann, Mr Squire, who had in the meantime 
severed his connection with the London firm, offered to the 
senior partner of the Thann firm, M. Scheurer-Kestner, a new 
process invented by him, as being gteatly superior to the 
process then at work at Silvertown, It was resolved, in 
accordance with the London firm, to study the new process and 
to introduce it at the Thann works as soon as possible. These 
studies commenped in April 1879, and after gradually over- 
coming manifold difficulties, they led to a very satisfactory 
solution of the problem. Sicilian sulphur was burnt in the usual 
manner, and the gases were treated with water in a column 
apparatus under a pressure of 4 atm. The SO., was expelled 
by steam from the solution thus obtained, then mixed with the 
theoretical quantity of air and passed over heated platinum 
asbestos. The SO;; formed was absorbed in towers by concen- 
trated sulphuric acid, and fuming acid of 40 per cent. SOy was 
thus obtained. The exit-gases, still containing SO.„ were 
passed back into the process. The daily make was 30 cwt. SOy, 
and the yield 90 per cent, of the theoretical. At the begin- 
ning of t88i this process was in regular working order at Thann, 
and it was subsequently also introduced at Ludwigshafen. 

Except what I am enabled to quote from M. Meunier’s 
communication, nothing else is known about the work done at 
the Silvertown works since 1876, which have certainly been 
producers of fuming sulphuric acid ever since that time. 

The firm of J. D. Starck, when it saw its monopoly broken 
through in the manner described, combined with the woi 4 <s at 
Mannheim, Kreuznach, Hochst, and Thann fc# keeping up the 
prices of fuming O.V,, and this agreement fested until. the 
Badische Fabrik came into the market with such large 
quantities that ^the “ combine ” gradually dissolved. , 

The further history of the manufacture of sulphuric anhydride 
by the contact-process up to 1900 was formerly enveloped in 
great mystery, but sparely enlightened* by the patents taken out 
in the meantime, and by a very few glimpses frorr^the practical 
experiments carrietl on at various German factories. These 
experiments were surrounded with*«all thtf more secrecy, aj 
'here seemed to be so little ground upon whifh patents coulc 
be based after the great number^of previous publicatioi)^ on th( 
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subject of contact-processes. This period lasted up to the publi- 
cation of the first patents of the Radische Fabrik, which usher in 
a new epoch. What has been done in the meantime is now, to 
a great extent, cleared up by the publications of Winkler (in 
1900), of Knietsch (i0oi), and by the special communications 
which I am enabled to give later on. First, however, we shall 
follow up what can be gleaned from the patents and a few other 
notes during the period following the publication of Winkler’s 
first paper. 

As previously stated, the first years of that period were 
mainly spent in attempts to carry out Winkler’s process on the 
large scale. The abandonment of this process was caused by 
the difficulties mentioned by Debray (p. 1289), especially during 
the decomposition of the sulphuric acid. The greatest diffi- 
culty in Winkler’s process for manufacturing fuming oil of 
vitriol or anhydride, and in all other processes started in conse- 
quence of the impetus given by him, is indeed the material of 
the vessels to be employed. Wallace, in his patent of 30th May 
1876, proposed to employ glazed plumbago retorts. Some 
factories seem to have employeef platinum vessels, which are, 
however, strongly acted upon, as \yas shown by Scheurer- 
Kestner. The extent of this actioff partly depends upon the 
amount of arsenic and nitrous acid contained in the sulphuric 
acicj {(/. Wagner’s Jahresher., 1877, P- 238), partly also upon 
the special construction of the apparatus. According to 
communications made to me by Dr Majcrt, the apparatus 
employed by him at the Schlebusch works, near Cologne, 
was "arranged as follows {cf, also his Fr. T. 122 130 of i6th 
January 1878):— The decomposition of sulphuric acid into 
,SQv, 0, and K'^O was effected in upright retorts made of a 
mixture of three parts burnt fireclay broken to the size of a 
pea, androne part bes,t Belgian fireclay, and gla^'.ed with a mass 
which at thfi^ highest temperature of the process becomes pasty 
but. not liquid, so that any cracks occurring in the retort become 
filled with the glaze. The retorts were perpendicular, entirely 
surrounded *hy the fire, and closed at top and bottom by 
hydraulic joints. The top joint served for*introdu’cing the pipe 
conveying the acid to bt decomposed, the bottom joint for 
making»the sid6's of the retort tight in the fixed bottom, which 
is perferated by the pipe which carries off the gases. Both the 
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“ hydraulic ” joints, which were entirely surrounded by the fire, 
were luted with melted glass. Within the first retort there was 
a cylinder, into which the vitriol flowed from a small platinum 
tube, so as not to touch the sides of the retort at all. It was 
thus evaporated within the inner cylinfler, and partly decom- 
posed there, partly in the annular space between the cylinder 
and the retort, and completely in the second retort. The 
vapour and gases were conveyed from the first to the second 
retort by a twico-bent tube, which passed through the bottoms 
of both retfwts, and whose horizontal part was surrounded by 
the flame (T the fireplace. The gases passed away from the top 
of the second retort into a condenser for liquefying most of the 
water, then into a cl r)dng- tower, and at last into the apparatus 
for uniting SO.j and 0 , consisting of cast-iron retorts filled with 
wire-gauze shelves, upon which the platinised asbestos was 
spread. (This factory has not been at work for a long time.) 

Angerstein (Ger. P. 26959 of 14th Sept'=‘mber i8<S3) describes 
a special apparatus for decomposing the sulphuric acid, which is 
supplied from below, evaporated in a shallow platinum dish 
and decomposed in fireclay pipes filled with broken fire-bricks 
and heated outside to a very high temperature by the combus- 
tion of gaseous fuel under pressure. 

According to a Ger. P. of Squire’s (4285 of 3rd March 1878), 
strong sulphuric acid is introduced into a red-hot tower packed 
with hollow bricks and previously filled with dry steam. The 
sulphuric acid is in the form of a mist, produced by a compressed 
gaseous mixture of sulphurous acid and oxygen. The products 
of decomposition are conveyed in a horizontal closed channel 
through a lead pan filled with dilute sulphuric acid, where the 
water is condensed by cooling, whilst the heaf of the ga 5 es 
concentrates the sulphuric acid contained in the pan and frees it 
from sulphurous acid. A further condensation lakes place in 
cooling-pipes ; and ultimately the gases are dried •in ^ coke- 
tower by means* of strong sulphuric acid, which is again 
concentrated and freed from SO^ in the l?ad pan just mentioned. 
The dry mixture of SO2 and 0 is combined tef SO3 in a 
specially heated appafatus made of cast-iron outside and brick- 
work inside, fitted with a pyrometer, *where it is brought into 
co.itact with platinised asbestos, being forced to travel a 
circuitous path between courses pf bricks, 'l^lje vapour of 



1296 MANUFACTURE OF FUMING OIL OF VITRIOL 

anhydride is absorbed by strongest sulphuric atid in a cast-iron 
tower, fitted with dishes of a peculiar shape, placed one over 
another. (The specification gives further details and diagrams 
of the apparatus.) 

After a few years M:he decomposition of sulphuric acid by 
heat, for the purpose of obtaining a suitable mixture of SO^ and 
O, was given up everywhere, owing to the great expense of the 
process and the extreme wear and tear of the apparatus. But 
the belief, that the gases should be combined in stoechiometrical 
proportions and as little as possible diluted with inert gases, 
was still prevalent and led to a number of attempts at producing 
the same effect in a cheaper and more practicable way than that 
indicated by Winkler and by Squire and Messel in 1875. Those 
proposals which have been made public arc the following : — 

J. Neale (B. P. 1103 of 14th March 1876) heats anhydrous 
sulphates or bisulphates of iron, zinc, aluminium, or sodium in 
earthenware retorts or muffles, and conducts the mixture of 
sulphurous acid an^ oxygen formed by their decomposition 
over heated spongy platinum, or the oxides of chromium, iron, 
or copper, or any other substance which may cause the mixture 
to combine into sulphuric anhydride. The latter is then 
condensed by itself or utilised fuming oil of vitriol by 
receiving it into ordinary strong sulphuric acid. 

* Scheurer-Kcstner {Comptes rend.^ xeix. p. 876) asserts that 
on heating a mixture of 2 parts of anhydrous calcium or 
magnesium sulphate with i part of ferric oxide to a bright red- 
heat, all the sulphuric anhydride is driven off, at first as such, 
afterwards decomposed into SOg and O. By mixing 175 parts 
of gypsum witli 100 of fluorspar and ferric oxide, the decom- 
position take^place at a lower temperature (that of the Bunsen 
burner) and the SO3 is then not dissociated ;nto SO^ and 0. 

To ovoid the dil^ition of sulphur dioxide jvith excess of air 
and of^itfogen, unavoidable when burning sulphur or pyrites, 
and which at that time was still considered* very injurious for 
contact-action, Schroe^er and Haenisch proposed to employ 
the pure £0^ obtained by their progress in a somewhat costly 
manner (p. 534). The application of thfe to the manufacture 
of SO. forms tfie sub]t*ct of their B. P. 9188 of 1887, which 
gives ‘the following prescriptions. A mixture of pure sulphur 
div xkle and^air in a certajn fixed proportion is passed at a 
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low red-heat, under pressure, over platinised asbestos, 
whereby a large surface and a lengthened duration of contact 
of the gases are ensured. The pressure also promotes chemical 
reaction by bringing nearer together the active gas-molecules. 
A gas-mixture consisting of 25 per cerft. SOg and 75 per cent, 
air is most suitable for the process ; the mixing of the gases 
simultaneously with their compression is effected by a double 
cylinder compressor, the two cylinders of which have a cross- 
sectional area in the proportion of i : 3, so that one cylinder 
pumps three times as much air as the other pumps sulphurous 
anhydride. The compressed gases meet in the conducting- 
tube and pass into an air-chamber, and thence into the 
combining-apparatus. This consists of two horizontal wrought- 
iron tubes, set in a furnace, of somewhat narrow diameter 
and strong walls, sufficient to stand a pressure of several 
atmospheres at a dark red-heat ; they are filled with platinised 
asbestos prepared in a special manner. The pressure (usually 
2 to 3 atm.) is regulated by a valve git the common exit- 
tube. Here most of the SOg is converted into SO3; and lest 
this should deposit in a solid form in the tubes or in the 
valve, the parts projecting from the furnace are surrounded 
by a leaden steam-coil. If, in spite of this, there should be 
some obstruction by the crystallisation of SO3, the pressure 
in the air-chamber will raise a valve, weighted abo^t i 
atm. above the exit-valve. From the latter the reniaining 
gases pass through condensing-jars, where the SO3 deposits 
in the solid form or is retained by strong sulphuric acid. 
The SOo still present is separated from the n^trogeft by 
water and used over again. This process Ivas carried out 
in one or two places and worked quite Tvell, until .the 
development of the processes dealing with pyrites-kiln gases 
made it unproftable [cf. Dr Schroeder^s communication to 
myself later on). 

The task Wcis also approved from the other side, .viz., 
excluding the nitrogen of atmosphere air. This was first 
proposed by Messel (B. P. 186 of 15th Januar)» 1878). He 
prescribes burning Sulphur by means of oxygen, obtained 
by the electrolysis of acidulated t^ater with the help of 
<!ynamo-electrical machines. The sulphur efioxide •formed, 
mixed with the excess of oxygen required for forming SO3, 
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is conveyed into a gas-holder, from which the gases are carried 
at a high temperature over spongy platinum, platinised asbestos, 
oxide of chromium, iron, or copper. The sulphur trioxide 
formed is condensed by itself or absorbed in sulphuric acid. 
By employing two gas-holders the process is made continuous. 
The electrolytical hydrogen formed at the same time is 
employed for heating, or it is carburetted and employed for 
lighting. This process must have been too expensive, owing 
to the cost of electrolytically-made oxygen. When that gas 
became a cheap commodity through the development of Brin’s 
processes, I myself (B. P. 3166 of 1888, taken out for me by 
Ellice-Clark) proposed utilising such oxygen in a similar 
manner, in such a way that no external heat should be 
required, and there should be no waste gases of any sort. I 
abstain from giving a detailed description or drawing of the 
apparatus proposed by me, as it is now certain that the 
admixture of nitrogen does not, as formerly assumed, prevent 
the complete oxidatii^n of SO^„ provided the contact-substance 
is sufficiently active; this circumstance deprives the pure 
oxygen of its advantages in comparison with atmospheric air. 

The task of manufacturing sijjphuric anhydride in a 
sufficiently cheap mannf'r could not be regarded as solved 
until it had been proved that gases from sulpliiir-biirncrs^ or, 
still better, from pyrites- or bleude-biiriiers^ could be employed 
for this purpose. 

Clemens Winkler himself speedily recognised this when 
trying to carry out his process on the large scale : he had 
already, about 1877, suggested the employment of pyrites- 
burner gases, as mentioned by him in 1900 {Z. angeiv. Chei/i., 
,1900, p. 738 ; a previous notice by myself, ibid. p. 80) ; but 
this sugge.stion, as well as its practical 'pursuit and the 
partial .success ultimately obtained in this dii^ction, remained 
an absolutt? secret of the factories at Freiberg and Stolbcrg. 
We* shall refer to this subject more in detail later on. 

In this paper of 1906, Winkler mentions the great difficulties 
which had \o be overcome in purifying the gases from flue- 
dust, in order to preserve the action of the catalytic substance. 
The.sc‘ difficulties were, according to his statement, avoided 
by Jacob, of fCreuznach, through the employment of gases 
from bfirning |^i;imstone {cf. p* 1292). 
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A French ^)atent, not mentioned anywhere in former 
publications, was taken out by Lange and Gopner (123906, 
of i6th April 1878), for treating ordinary pyrites-kiln gas 
(of whose purification nothing is said) by red-hot pyrites- 
cinders, or platinum sponge, or analogous substances in tubes 
made of graphite, cast-iron, and the like, in order to produce 
sulphuric anhydride or fuming O.V. No details are given 
respecting the apparatus or method, and such a general 
claim would of course have been quite untenable. No English 
or German patent exists for this “ invention.” 

In 1878 Messel took out provisional protection (B. P. No. 
1201) for making monohydrated sulphuric acid by means of 
SO3 produced by catalytic action from the gases of burning 
sulphur. This patent was not completed. 

The first mention of employing ordinary pyrites-burner 
gases which I can find in the printed literature since 1875 
is the following, much later than (as we now know) the actual 
work secretly done in that line at .several i^ctories. 

Rath (Ger. P. 22118 of 1883) passes pyrites-burner gases, to 
free them from most of the water, through a cooling-apparatus, 
consisting of a large number of perpendicular lead pipes 
placed in cold water, at a velocity not exceeding 5 in. per 
second. Air may be admitted to them by means of a valve. 
From the cooler the gases pass through a coke-tower Jed 
with acid of 140 Tw. In order to be thoroughly dried here, 
the velocity of the gaseous current should not exceed 2 1 in. 
P'rom here the gases are aspirated by a pump and forced 
through a number of iron retorts, lined with (hy, which 
contain the contact-substance, and are heated tt a temperature 
between dark and bright red-heat. The numlTer and size, of 
these retorts must be chosen in such a manner that the 
velocity of the gases does not exceed 2j in. ^The sulphuric 
anhydride formed here is either condensed in 'th^ liquid 
form in tin-plate' vessels standing in a place heated to 25° 
to 30°, or else it is passed into cast-irdh vessels charged with 
sulphuric hydrate and kept at 25". Special preoautions are 
required for ^ases Containing carbon monoxide or hydro- 
carbon.s. According to Knietsch (A’^., 1901 ’p. 4078) nothing 
is known as to the practical success of the above process.* 

The later history of this part qf our subject is contained in 
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the various communications given below from the firms now 
working contact-processes on the large scale. 


Theory of the Coni^ixeTP7Vcesscs for the Manufacture of 
Sulphuric Anhydride. 

We have now passed in review the former stages through 
which the contact-processes in our field have gone. Before 
proceeding to describe the present state of this industry, we 
shall interpose an account of the various views respecting the 
theoretical side of this problem. 

We have already (p. 1277) briefly referred to the very in- 
distinct views of Berzelius on contact or catalytic action, and to 
the ideas concerning a particular class of such action which for 
a long time were universally accepted, which, however, do not 
embrace the whole field of catalytic actions, but mainly those 
where solid porous bodies come into question, which would 
certainly apply to e.ur present case. But even for this the 
explanation, according to which those reactions are caused 
by the condensation of gases within the pores and the greater 
mutual attraction of their molecul^ under this condition, is 
at present held not to be correct or at least not sufficient, 

Liebig attempted to explain catalysis in this way : that 
a s^ibstance (the catalyser) whose molecules possess a “ chemical 
motion ” may impart that motion to another substance present, 
and may thus cause a chemical reaction which that substance 
would not have undergone without the presence of the catalyser. 
This “ explanation ” is certainly quite hypothetical and incap- 
able of direct proof; it did not in reality make the matter 
clearer, nor could it assist in discovering new facts, which is 
the real test of a “ working hypothesis ” ; but Ostwald is hardly 
just in Saying that Liebig thereby retarded the investigation 
of the problem of catalysis by half a century. It is a fact that 
Liebig’s explanation was never anything like generally acknow- 
ledged among chemists as a true solution of the problem, and 
it could northerefore retard the progress of science. 

Liebig’s explanation of catalysis, so far as it went, applied 
more to the phenomena of catalysis among liquids than to 
those which interest us in this place, and we will not detain 
ourseltes witl;*- it. 
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A somewhat' clearer explanation of catalytic actions has 
been given by Bunsen, in his Gasovieirische Methoden, 1st ed. 
p. 267. According to him, chemical combinations are not 
dependent entirely upon the mutual attraction of the substances 
entering into combination, but also u*pon the attraction of 
other substances which are present, but do not take part in 
the combination; in other words, these combinations are the 
resultant of the attracting forces exerted by a/l the molecules 
present in the sphere of the chemical action, whether these mole- 
cules take part in the combination or not. For instance, the 
elements composing hydrogen peroxide are capable of uniting 
in the attraction sphere of water molecules, but not in that 
of metallic oxides or of platinum. Thus there is some analogy 
of catalytic action with that of masses, as has been pointed 
out elsewhere. 

Bunsen’s theory probably contains elements of truth, but 
is hardly of a kind to help us understand the special cases 
under consideration. We may pass over ^veral other physical 
or mechanical theories of catalysis {cf. Fchling’s Handw'orterb. 
dcr Chem., iii. p. 945) and turn to the chemical theory of catalysis. 

Ostwald {Gritndriss der allgcmcmeji Chemie^ 3rd ed. p. 
515) explains a catalyscr as a substan(^ which, without appear- 
ing among the final products of a reaction, alters its velocity. 
He has {cf. p. 1008) applied this even to the manufacture of 
sulphuric acid by the vitriol-chamber process. He ^ says: 
“ Sulphur dioxide is oxidised by air and water alone to sulphuric 
acid, but very slowly ; the presence of nitrogen oxides merely 
hastens this process.” Nobody will or can derv this,* but 
Ostwald, as we have seen (p. 1009), seems tS go too far in 
neglecting the importance of the intermediate "reactions ai? if 
they were unessential and accidental. Quite the contrary, 
the investigation of these intermediate reactiops seems to be 
a step towards a rea/ explanation of the otherwise enigmatic 
“change of velocity” of the reaction in question. • 

Evidently even in the case of platinum as a catalyscr, 
one of the simplest cases of catalytic action, the*formula of 
Ostwald is too simplt and cuts the knot instead of untying it. 

This seems to be confirmed by flic behaviour of another 
c**talytic substance which comes into play in tfiis our {Present 
subject, VYL,^ ferric oxide. This agpnt may be t^ljen as playing 
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an intermediate part between the action of pfatinum and that 
of the nitrogen oxides. It is a solid substance of porous 
nature, not known to be particularly active in condensing gases 
by its physical character (let alone liquids !), and it acts only 
at a high temperaturd on a mixture of SO., 4 - 0 , similarly to 
platinum. But, on the other hand, it does form a compound 
with the product of the reaction ; this compound, Fe^ 
exists as such at comparatively high temperatures, viz., juSt 
below a dark red-heat, and decomposes again into Fe„0.j and 
3SO;{ at a temperature not far removed from that which has 
been observed as the optimum for the “catalytic ” action of 
ferric oxide. Here the explanation of the catalytic action 
seems to be this: by the interaction of Fe^O.^, O, and SOg, 
many molecules of Fe._,(S04)y are formed, but as the temperature 
at which this compound is .split up into Fe^O.. and 3SO.5 is 
very nearly the same as that at which it has been formed, 
that splitting up actually takes place, SO.,, is removed in the 
state of vapour, and .Fe.Oy is again at disposal for combining 
with SO.^ and O. This explanation deals with reactions and 
substances actually and easily observed, and we have a right 
to assume that it certainly does come into play, a state of 
equilibrium being established for each temperature, in which 
a certain number of molecules of Fe^ (SOJy are formed and 
others are split up into Fe.^Oy and 3SO... At the same time 
another set of reactions is possible and indeed quite as probable 
to take place, although the conditions of equilibrium may here 
lead to a different optimum of temperature. These are the 
reacUons: (i) 3Fe.,0..+S0., = 2Fe.P4-f SO.j, and (2) 2Fe.j04 + 0 
= 3Fe.A, ; “ ■ 

“Precisely in’the same way the catalytic functions of chromium 
oxide, of cupric oxide, sulphate, or dioxide, and all other 
substances can,.be ex.plained which are subject., to easy changes 
of valenpy, Vind therefore form two or more sets of compounds 
with oxygen, chlorine, or acid radicles. 

A very interesting paper by Manchot and Wilhelms (J^erl. 
Bcr,, igoiyp. 2479) shows that the catalytic action of the salts 
of iron may be due to the intermediate for^mation of a peroxide, 
Fe02f but as their wo/k extended only to reactions in the 
wet way, we cannot take it into account for our present purpose. 

I myself, in Z. angeiv, CheuLy 1902, p. 149, explain the catalytic 
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action of Fe/).;*as due, firstly, to the successive reduction of 
this oxide by SO., to Fe^O^, with formation of SO^, and the 
re-oxidation of Fc.p^ to ^"020.5 by free oxygen ; secondly, to 
the simultaneous fixation of S02and O in the form of Fe./SOJ^, 
and the splitting up of this into Fe^O.; anci SO^ 

Keppeler {ibid.^ 1902, p. 809) assents to this, lie also caused 
one of his students, J. d’Ans, to wwk on the SO.5 tensions of 
fefric sulphate. Their common work is published in the 
dissertation of d’Anr, Kiel, 1905, in Z, physik, Chou,, 1908, Ixii. 
pp. 89 to 1 1 8, and in Z. augeiv. Chem., 1908, pp. 532 to 546 and 
577 to 5S9. 

Most or all chemists have thus recognised the existence of 
intermediate reactions in the case of ferric oxide and similar 
oxides as catalysers (cf. e.g. VVochler and Mahla, p. 1281), but 
the majority of chemists preferred to consider the action of 
platinum, which is so manifestly aided by its division over 
great surfaces, as different from the formjr class of processes. 
Platinum was generally regarded as having no affinity for 
oxygen at the temperature of the reaction, and as acting 
merely by condensing gaseous bodies in its pores. But there 
were always chemists who believed in the transitory formation 
of platinum oxides, and Engler and W^jehler (Z. auorg. CheuL, 
xxix. p. i) have definitely proved that a platinum peroxide 
exists in platinum black, which acts as an oxygen carrier, «bo 
that they class all platinum catalyses as “pseudo-catalytic” — 
that is, as brought about by intermediate reactions which go 
on much more quickly than the direct action. We may take 
it as probable that ultimately most, if not all, catalytic ” 
processes will be recognised as “ pscudo-catal^tic ” in that 
sense. 

Alr^'ady before ?:hesc pujjlications, Haber and Grinberg (Z. 
anorg, Cheui.^ xviii. p. 39; Z. physik, Chcui,, x^xiv, p. 515) 
and Bredig [ibid,^ xxxi. pp. 294, 346, and Anorg. Ffrju%, 1901, 
p. 942, with his co-operators Muller von Berneck, Ikeda, and 
Ernst) had pointed out that in platinum catalyses the first 
phase js the formation of a platinum oxide (other\fise showm 
to probably exist by the experiments of Mond, Ramsay, and 
Shields, Z. physik. Chem., xxv. p. 685), which is reduced in 
th'- second phase, c.g, by HgO.^, with evolution of o*xygen. 

Brode (Z. physik. Chem.^ xxxvii. p. 257) has^^in the* case 

40 



1304 MANUFACTURE OF FUMING OIL OF VITRIOL 


of molybdenum and tungsten compounds as oxygen carriers, 
shown the quantitative kinetic working of the intermediate 
reactions in catalysis. 

We now pass on to the special processes going on when 
sulphur dioxide and oxygen arc made to combine by contact- 
action. Here we enter upon the experimental field. We 
have quoted (p. 1288) Winkler’s trials of 1875, in which he 
succeeded in recombining 78 per cent, of the mixture of SO2 
and O, obtained by decomposing HgSO^ by strong heat. No 
higher figures of yield are recorded anywhere else for Winkler’s 
process in literature ; although it was undoubtedly repeated 
hundreds of times on the small and also on the large scale, 
nothing was published about it till we come to the work of 
Knietsch. We do not therefore know what arc the best 
results obtainable with that process, but even from theoretical 
considerations we may conclude that it could never lead up 
closely to a complete conversion of SOo into SO.^. This is, 
for instance, pointed out by Sackur {Z. Elcktvochem.. viii. p. 
47). The assumption that i mpl. SO.^ could be converted into 
SO.j by a single atom of O is contrary to the law of the 
action of masses. Since the j^ction 2S02+02:|:2S02 is 
reversible, that law leads to the equation : 


(SO.> Fx(0_>) 

(SOs)^ 


- k\ hence 


SO, 

so’’ 



which means that the yield of SO, is all the larger, the greater 
the concentration of the oxygen.^ The same author maintains 
that in theory < dilution with nitrogen must influence the yield 
ivifavourably\ but in practice this does not matter, as the 
gases are not diluted with pure nitrogenj^ but with air, and 
thus the concentration of oxygeri is increased at the same 
time, whiih alone is decisive for the yield. 

. E. J. Russell and Norman Smith (/. Chciii. Soc., 1900, Ixxvii. 
p. 340) have made ^ some interesting experiments on the 
combination of sulphur dioxide and oxygen. They found that 
even at the ordinary temperature c&rtain metallic oxides 

’ According; to Thalheim the correct form of the equation is : 


(SO,)^ 

(SO./XO, 


- h ; hence 


SO., 
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action of Fe/).;*as due, firstly, to the successive reduction of 
this oxide by SO., to Fe^O^, with formation of SO^, and the 
re-oxidation of Fc.p^ to ^"020.5 by free oxygen ; secondly, to 
the simultaneous fixation of S02and O in the form of Fe./SOJ^, 
and the splitting up of this into Fe^O.; anci SO^ 

Keppeler {ibid.^ 1902, p. 809) assents to this, lie also caused 
one of his students, J. d’Ans, to wwk on the SO.5 tensions of 
fefric sulphate. Their common work is published in the 
dissertation of d’Anr, Kiel, 1905, in Z, physik, Chou,, 1908, Ixii. 
pp. 89 to 1 1 8, and in Z. augeiv. Chem., 1908, pp. 532 to 546 and 
577 to 5S9. 

Most or all chemists have thus recognised the existence of 
intermediate reactions in the case of ferric oxide and similar 
oxides as catalysers (cf. e.g. VVochler and Mahla, p. 1281), but 
the majority of chemists preferred to consider the action of 
platinum, which is so manifestly aided by its division over 
great surfaces, as different from the formjr class of processes. 
Platinum was generally regarded as having no affinity for 
oxygen at the temperature of the reaction, and as acting 
merely by condensing gaseous bodies in its pores. But there 
were always chemists who believed in the transitory formation 
of platinum oxides, and Engler and W^jehler (Z. auorg. CheuL, 
xxix. p. i) have definitely proved that a platinum peroxide 
exists in platinum black, which acts as an oxygen carrier, «bo 
that they class all platinum catalyses as “pseudo-catalytic” — 
that is, as brought about by intermediate reactions which go 
on much more quickly than the direct action. We may take 
it as probable that ultimately most, if not all, catalytic ” 
processes will be recognised as “ pscudo-catal^tic ” in that 
sense. 

Alr^'ady before ?:hesc pujjlications, Haber and Grinberg (Z. 
anorg, Cheui.^ xviii. p. 39; Z. physik, Chcui,, x^xiv, p. 515) 
and Bredig [ibid,^ xxxi. pp. 294, 346, and Anorg. Ffrju%, 1901, 
p. 942, with his co-operators Muller von Berneck, Ikeda, and 
Ernst) had pointed out that in platinum catalyses the first 
phase js the formation of a platinum oxide (other\fise showm 
to probably exist by the experiments of Mond, Ramsay, and 
Shields, Z. physik. Chem., xxv. p. 685), which is reduced in 
th'- second phase, c.g, by HgO.^, with evolution of o*xygen. 

Brode (Z. physik. Chem.^ xxxvii. p. 257) has^^in the* case 

40 
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practical aspects of catalysis, containing no original matter (/. 
Soc. Chem. hid., 1902, p. 302). 

We now come to the paper by Knietsch {Berl. Bcr., 1901, pp. 
4093 ct scq?), which is the most complete hitherto published on 
this subject. It is accompanied by a set of curves, reproduced 
in Fig. 487, which illustrate the progress of the reaction under 
various conditions. Let us first take a gas, containing 20 vol. 
SOo, 10 vol. O.,, and 70 vol. No — that is, apart from nitrogen, 
a stoechiomctrical mixture of sulphur dioxide and oxygen. 
Whatever be the temperature and the velocity of the current, 
we see from the curves S and S' that the maximum, which 
always occurs at 430', is 77 to 78 per cent, with a current 
of 1000 c.c. per minute, or 90 to 91 per cent, with 500 c.c. 
per minute. Nor can a pure mixture of SO.^ and O in Winkler’s 
proportions, as shown in curve S", reach a quantitative conver- 
sion into SO.;. 

If, however, mixtures are employed in which either oxygen 
or sulphur dioxide present in excess, it is possible by the 
action of masses of one of the constituents to displace the 
other constituent almost completely by converting it into SO... 
Therefore a proce.ss for manufact^ing SO.j by contact-action 
will go on all the better, ♦•the more oxygen is present in propor- 
tion to sulphur dioxide, the nitrogen being quite indifferent. 
The formula of conversion ought therefore to be written ; — 

2 SO^ 4- ^/0_. - 2 SO.; + (// - l)()j, 

and ii should not be less than 2. 

Let us now take a technical pyrites-kiln ga.*^, containing 7 
per cent, (vol.) SO.^, 10 per cent. and 83 per cent. N.^, which 
ebrresponds to about 2S0;,:30.^. Even when passing it 
through an empty porcelain tube 1,here is '.some formation of 
SO.; ; curve P.^ showVi the maximum to be 30 per cent, at 600" C.^ 
We no»v fill the tube with platinised asbestos, containing 5 to 
10 per cent, platinum^ in such a manner that the first half of 
the tube remains empty and serves merely to heat the gases, 
the other ffalf containing about 0-5 g. platinum mixed with the 
asbestos. Curve No. i. referring to a velocity of 3(X) c.c. per 
minute, shows the first trace of SO.; a little over and a 

’ CJ. above, pp. 1282 and 1283, the attempts at forming SO.-; by merely 
heating the roasting-gases in flues filled with pebbles, etc. 
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rapid increase of the formation of SO3, vvhfc,}i is practically 
complete at 380' to 400''. From 400° to 430^* the quantitative 
action is almost constant = 98 to 99 per cent; but then the 
curve descends, although more gently than it had risen, the 
SO3 being more and ' more dissociated into its components. 
At 700 ' to 750'’ only about 60 per cent of the SOg is converted 
into SO3, at 900'' to looo'' the curve reaches the zero-point. 

If we repeat the experiments, changing only the quantity of 
contact-substance or, what comes to the same-thing, increasing 
the strength of current, we obtain the curves No. 2 (icxx) c.c. 
per minute), No. 3 (2500 c.c.), No. 4 (7500 c.c.). No. 5 (30,cx)0 
C.C.). These curves in their ascending branch run, for certain 
distances, almost parallel, but slightly diverging, which points 
to a common starting-point. But the descending branches all 
distinctly converge and ultimately all reach zero at temperatures 
between 900^" and 1000''. 

If we turn our attention to the highest points of the various 
curves, we .observe tkat the maxima have a peculiar direction 
towards higher temperatures for decreasing quantities of 
platinum (or increase of velocity of the gases), and at the same 
time a strong decrease of the h^hest attainable degree of 
percentage conversion 0/! SO^ into SO3. If these maxima arc 
joined by a curve, marked ...... in Fig. 487, we find its 

lefU'hand portion directed asymptotically towards the theoretical 
maxii^num of 100 per cent, conversion, the right-hand portion 
directed towards a point near 600°. 

The close approach of the curves on the side of decomposi- 
tion would lead to the assumption that the dissociation of 
sulphuric anhydride becomes, with the decrease of platinum, more 
and more independent of the contact-substance and also more 
and more a pure function of temperature. *-We may test this 
assumption by .working without any platinum, having previously 
brought thfe gaseous mixture into the state of nearly complete 
conversion into SO3. That experiment was made, but yielded 
a very surprising result, as shown by curve D. This curve is 
thereby shfited to the right hand by several hundred degrees, 
and begins to descend only at 800° to 900*" C., without reaching 
zero even at iioo'" to 1200°. This shows that sulphuric 
anhydride^ once formed^ is very stable at high temperatures in the 
absencl of con^y:t-substances, «But this is an unstable equilibrium 
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which is at onpe changed by the presence of any contact- 
substancc and tends towards a stable equilibrium. Curve E 
shows this influence, consisting in a gradual approach of curve 
D to A, when repeating the experiment as at D, but with a 
tube filled with pieces of porcelain. We are thus reminded of 
the phenomena of superfusion and retardation of boiling, and 
at such temperatures porcelain and other substances prove to 
be similar catalysers to platinum. But it seems extraordinary 
that at such tcm^jcratures, viz., a vivid red-heat, such a strong 
retardation in reaching a stable equilibrium takes place. 

Bodenstein {Chem. Zeit., 1902, p. 1077) holds that the pre- 
ceding observation of Knietsch, according to which the 
porcelain contact does not form SO.j so easily as platinum 
contact, but does not destroy the formed SO3 in the same ratio, 
is a simple case of thermodynamics. 

We have seen above that the reactions plotted in curves 
I, 2, 3, 4 arc dependent upon the duration of the contact of the 
gas with the contact-substance. This is«maJe clearer by the 
curve Fig. 488, where on the X-axis the times of contact or, 
what comes to the same thing, the quantity of platinum is 
plotted, on the Y-axis the percentage proportion of SOg 
transformed into SO.,. We perceive .from this curve at once 
what time or what quantity of platinum is required for a certain 
percentage formation of SO., for a definite temperature. .We 
also perceive that the curves begin at zero and run asymptotic- 
ally parallel to the X-axis, tending towards the maximum 
corresponding to the temperature. We also see that with the 
increase of temperature and the percentage increase of SOJ the 
curves get more and more bent, but more and more removed 
from a perfect transformation. Ultimately the* velocity at the 
commencement ir so gre^t that at higher temperatures the 
beginning of the curves almost coincides wij;h the* Y-axis. 
Hence the first meeting of the roasting-gases with fhe^ontact- 
substance must lead to a violent reaction, and therefore to a 
strong heating of the first portions oT the contact-substance, 
which, according to the kind of external coaling, nfay go up to 
a visible glowing. 

We see further from the curvets that at the formerly 
gmerally employed temperature of the conta^ct-furnabes the 
reaction could not possibly be quantitative, and ^hat it*is only 




Fig. 488. 
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the sulphur tric^ide itself which strongly retards the velocity of 
the reaction. 

The most important result of Knietsch’s experiments was 
that a line of stable equilibria exists which divides the range of 
temperature into two parts. The ranged below 200° and above 
900'' or 1000° may be called devoid of reaction in a technical 
sense ; between 200° and 450° the reaction of formation 
prevails, above 450" the dissociation of SO.j comes into play 
very rapidly. 

From these facts important technical conclusions may be 
drawn. Although the limiting line A (Fig. 4(S7) has been 
worked out only for a certain technical mixture of gases, we 
may safely assume that the different practically important 
cases will not have very much influence on the position of this 
stable equilibrium. This limiting-line must theoretically and 
practically be independent of the nature of the contact- 
substance ; hence only those contact-substances will be able to 
produce a quantitative reaction in one operation which exhibit 
the maximum of activity below 450 . All contact-substances 
which exhibit their maximum activity only beyond that 
temperature (such as pyrites-cinders containing FcoO.^ and 
CuO, if. curve F, p. 1307) will nevgr be able to produce a 
quantitative conversion of SO., into SO.,, whatever the length of 
time that may be employed. Hitherto only one substance;,has 
been found to fulfil the necessary conditions, viz., plaj:inum, 
which cannot be replaced by any other member of the same 
group of metals with even approximately similar succes.s. 

The preceding conclusion of Knietsch has been hitflerto 
justified by the fact that notoriously in those c^ses where ferric 
oxide, whether in the technically pure state or niixed with ofrher 
oxides, is employed, the (jpnversion never even approximately 
reaches 100 per cent, but only 60 to 66 par ceqt, and* the end 
of the reaction is brought about by a second pfess^ge over 
platinum black. ' The theory of the contact-action of ferric 
oxide has been touched upon before (pp. 1301 et seq.). From 
the factories where it is actually employed no Experiments 
have been published 1:hereon, but an experimental investigation 
on that point has been made by myself, together with G. P. 
!‘ollitt, which will be subsequently mentioned. * • 

A* further important paper Jias been putj}ished*by Dr 
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Knietsch, in the Transactions of the ^th Cofg^ress of Applied 
Chemistry^ i. pp. 614 ct seq. (1904), in continuation of his 
paper of 1901, p. 1306. He had then proved that pure 
N shifts the equilibrium of the reaction downwards, but air 
or oxygen, by the action of masses, does so upwards. Hence 
the N is indifferent, but every contact-process for SO.^ will 
go on all the better the more O there is in proportion to 
the SOg. 

. It was important to ascertain how far the law of the action 
of masses in this case is of technical importance, and for this 
purpose a number of experiments have been made. To render 
these experiments reliable, numerous conditions have to be 
strictly adhered to, as explained by the author. A constant 
stream of gases, at constant pressure and constant temperature, 
was passed over a certain quantity of platinised asbestos 
during eight to ten hours. The composition of the gases was 
constantly, in equal distances of time, ascertained by titration 
with iodine solution„.which yields very accurate results. The 
average constancy of the gaseous mixture was assured by 
taking them directly from the manufacturing apparatus. The 
constancy of the temperature of^the electric furnace was 
obtained by means of ap alternating current. The constancy 
of the catalytic force was secured by employing platinum 
asbe.stos, previously employed for the contact-process, for a 
fortnight. The strength of the current was constantly 
controlled. The results of the experiments are given in 
detail in the original ; here w^e give only the final results. 

Cl) Dilution with Nitrogen, — A mixture of 66 67 per cent, 
SOjj with 33*33* per cent. Og at 430'" showed a yield of 94 
pei> cent. SO^ after diluting with nitrogen (20 per cent. SO.2, 
10 per cent. 0 , 70 per cent. N), th^ yield was 90-5 per cent. 
SO3 of *!;he theoretical quantity. When dilwting burner-gas 
with nitrogen (3*6 per cent. SO.2, 5*2 O^, 91-2 N^) the 
conversion reached 98-24 per cent. In the original detailed 
calculations are given,* showing that the nitrogen had no 
influence oit the reaction. 

(2) Dilution with CO.,. — While pure 'burner-gas, at 470®, 
gave 96 per cent. SO 3 , th^at gas diluted with an equal volume 
of COg'gave 94*33 (calculated 947). This result is important, 
since iifthe manufacture of pjithalic acid (for synthetic iodigo) 
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very large quaijfities of gases, containing much CO^, must be 
submitted to the contact-process. 

(3) Dilution ivith Aqueous Vapour . — One vol. 'burner-gas 
with 13-5 or 26-7 vol. per cent. H^jO-at 460° gave 96*76 to 
97*8 per cent, conversion. Here a slij^ht diminution of the 
catalytic force of platinum takes place ; but this can be neglected 
for practical purposes, since the admixture of so much aqueous 
vapour would anyhow yield sulphuric acid of insufficient 
strength. 

(4) Dilution with Air . — (Equal volumes) at 430”, 560'', and 
640^ gave results entirely corresponding with the theory. 

(5) Influence of Pressure. — {a) 5*3 atm. at 430", (/;) 0*31 
atm. at 490"", equally give results entirely foreseen by the 
theory. 

The probably strict validity of the law of mass-action 
having been proved, some of the results calculated thereupon 
possess also practical interest. Thus it follows that the same 
technical effect is reached, whether the equilibrium be shifted 
by compression of the burner-gas, or by increasing the propor- 
tion of oxygen by adding pure oxygen to the gaseous mixture. 
A multiplication of the pressure in atmospheres is, in respect 
ofthe equilibrium to be obtained, equivalent to a multiplication 
of the oxygen percentage at the equilibrium under constant 
pressure. The following table shows this in figures : — 


Burner-gas of i atm. 

M 2 „ to 

M 3 n 

11 5 .1 , 

• 

This table shows that with a contact-substance which, 
has its most favourable action at 600* to 700“, but wffiich at 
the ordinary pressure does not produce a yield of per cent. 
(80 per cent.), neithef an increase of pressure nor the addition 
of oxygen will allow of increasing tHe yield.* The calculation 
rf similar cases will, therefore, in future caustf an abstention 
from useless experiments. 




• 

Conversion increases 


From 

From 

• 

]’er cent. 

Per cent. 


60 *0 

8o>o 

Burner-gas wit# lOo'| ^ 

68*2 

84*8 

„ ,, 2O.J [at the equili- 

72*3 , 

87*2 

M „ 30‘> 1 biium i atm. 

77*0 

89.7 

„ 5O0J 

• 


-•r 
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On the other hand, the formula of the law. of mass-action 
tells nothing about the velocity of the reaction and the most 
favourable temperature — both of them most important practical 
factors. The general application of that law in the chemical 
industry is of long cate. In Deacon’s chlorine process, in 
the manufacture of ammonia soda, in the Hargreaves salt- 
cake process, in the processes for esterification and saponifica- 
tion, the best possible utilisation of a valuable reagent has 
been attained by employing another cheap&r reagent. The 
novelty here is only the exact mathematical formulation of 
the law, which for this case has been reduced by Knietsch to 
the simple expression : 

wSO.j _ 100 ^/KOo 

so: ~ I +”/K0, 

K denoting the concentration in volume per cent. 

On the other hand, the sulphuric-acid contact-process would 
not have been devek)ped more quickly than it has actually 
done, if these modern ideas had been uttered at an earlier 
stage ; both because the results of modern theoretical 
chemistry were not known at ^at time, and because in 
practical work precisely those factors had to be avoided 
which are indicated as useful by theory, viz. application of 
pre;ssure and removal of nitrogen from the roaster-gas. 
Practical men had to find ways of attaining theoretical yields 
without these costly means. 

We shall find further contributions to the theory of platinum 
catalysis in the original communication of Dr Krauss, of Hochst, 
to be given latef on. 

‘Erode, in the paper mentioned in Chapter VII. p. lOio 
(Z. angcw, C/ie/n., 1902, p. 1081), quotes the views of Krauss, 
as show^i in t^ie British patents of 1901, with full approval. 
We shall ‘in this place give merely a short extract from 
Brode’s paper. The catalytic action of platinum in the 
reaction SOo4-0 = SO.j‘ is technically applicable between 400'' 
and 500°. Siiut already at 400'’ the counter reaction sets in 
and is almost complete at iooo“. Although, therefore, a 
higher temperature woulcl increase the velocity of the forma- 
tion of SO.^ (af $co° it is 200 times as strong as at 400"), the 
equilibrium i^ shifted to the^, detriment of the product desired. 
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Practically it impossible to work at the temperature at 
which the reaction is complete, because the velocity would 
be too small In order to combine the highest velocity with 
a nearly quantitative yield, we must draw the consequences 
of the law of the action of masses; tiiat is, we must either 
increase the concentration of the substances to be changed, 
or lower the concentration of the product to be obtained. 
The former cannot be done at will ; the concentration of the 
SO.; is given, and merely the oxygen may be concentrated by 
employing more air, as the Mannheimer Verein has prescribed 
in their respective patent (see below). It is, however, not 
feasible to go too far in this direction, both from practical and 
theoretical grounds, at least not when working with atmospheric 
air, where any raising of the concentration of oxygen beyond 
17 per cent, (with 3 percent. SO^ and 80 per cent. N) would 
have but a very slight effect, the yield being proportional 
to the square root of the concentration of oxygen. It is 
therefore proper to proceed in the oth^r direction, that i.s, 
to loiver the concentration oj the product obtained^ SOj, by taking 
it away by continuous or successive absorption. In this 
case the equilibrium is constantly disturbed, the reaction 
recommences, and ultimately all SQ., is changed into SO3, 
even under unfavourable conditions of equilibrium. Hence 
wc need not work at the optimum temperature of 45o",j3Ut, 
if proceeding as indicated, we may go considerably beyond 
that, and wc shall then do far more work in a given apparatus 
in the same time, and we may also then employ catalyzers 
which act only at higher temperatures. The first action 
will be best performed at high temperatures afld corresponding 
velocities, and when the equilibrium has been* reached, lower 
temperatures willj^e applied in order to perfect the yield. 

From a pai:ier by G. Lunge and G. Jt*. Pollitt, ki /. Soc. 
Cheni, hid., 1903, p. 79, on the formation of sulpkur^trioxide 
by the action of ferric oxide, I quote only the conclusions 

(i) The degree of change of to SO.^ is not sensibly 

affected by changes in dilution from 2 to 12 per cent, of SO., by 
volume. A .still greater dilution would probably act equally 
well (vide Sackur’s theoretical obscTvations* supra, p. 1304). 
/vbove 12 per cent, the percentage change is n(5t only fcwered, 
apparently in consequence of the, too small excess of loxygen 
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but also the contact-action of the oxide is l^^sened for more 
dilute mixtures. 

(2) The mixture of gases to be changed into SO.^ must be as 
dry as can be obtained by a thorough treatment with sulphuric 
acid. The neglect ot this precaution not only causes the 
contact-action to be at once much lessened, but, in addition 
to this, the contact-mass has to be treated for a long time with 
the dry mixture before it recovers from the “poisoning” action 
of the moisture. 

(3) Exactly the same results are obtained as by treating 
with moist gases when oxide of iron (pure or containing 
copper) which has been exposed to the air, and has therefore 
absorbed some moisture, is used. Only after long treatment 
with the gases at red-heat (lasting thirty hours or more) does 
the oxide of iron reach its maximum contact-action, which, 
however, immediately sinks again if the oxide after cooling is 
even during a short time exposed to the air. 

(4) An improvenj^ent of the contact-action by methods of 
treatment having for their object the loosening of the surface 
of the oxide of iron was not achieved. Oxides obtained by 
heating ferri- or ferrosulphate ga^ a much lower contact- 
action than that obtained with an oxide prepared by igniting 
precipitated hydroxide, or in the form of pyrites-cinders. 
Doybtless the physical state of the oxide has a great influence 
on its catalytic action, but the authors did not succeed in 
clearing up this point. 

(5) An addition of cupric oxide to the iron oxide (using the 
cindtrs from pyrites containing copper) is favourable to the 
formation of SQj. 

t(6) Arsenious acid is completely taken up and retained by 
oxide of iron at a high temperatur^, (The. best temperature 
seems to- be about Jiao'" C.) The oxide of inon can be thus 
charged^wilsh arsenic up to considerable quantities. An oxide 
thus charged, if it contains 2^ per cent, of arsenic (reckoned 
as As), shows a very considerably increased contact-action (over 
60 per cent.)- in comparison with the pure oxide. 

(7) Oxide of iron containing copper ^Iso shows a distinct 
increase of contact-action on being charged with arsenic. 

(8) The be^t temperature for the catalytic action of ferric 
oxide ifi the formation of lies between 600'' to 620° C. 
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Below 600- the^'ction is very slight ; above 620'’ the catalytic 
action falls quickly to a certain point ‘and remains constant till 
750^ when it again begins to fall. The fall on raising the 
temperature must be attributed to the fact that the system 
SOg+O^^SOy tends to alter its conditio!, of equilibrium, in the 
direction from right to left, on raising the temperature. The 
fact that there is no appreciable change between the tempera- 
tures of 635" and 750° can perhaps be best explained by assum- 
ing that two kinds cf intermediate reactions come into play, 
viz. : first, the formation and decomposition of ferrisulphate ; 
and, secondly, the alternating reduction of Fe^O^ and oxidation 
of the Fc .O4 so formed, and that the.se reactions have different 
optima of temperature. 

A continuation of that work is contained in the paper of 
Lunge and Reinhardt (Z. angciv. CJiem.^ 1904, pp. 1041 to 1051). 
Their results arc summed up as follows: — (i) The catalytic 
combination of dry sulphur dioxide and atmospheric oxygen to 
sulphur trioxide by the mediation of pure ferric oxide under the 
conditions adhered to in this entire series of experiments is first 
perceived a little above 400”, and attains its maximum of about 
70 per cent, at 625°, above which temperature it goes down again. 
(2) These results are not sensibly modeled by the circumstance 
whether the gases are dried merely by concentrated sulphuric 
acid, or over and above this by phosphorous pentoxide. ^(3) 
Ferric oxide in the shape of pyrites residues, loaded with 
arsenious acid, in the best case yielded about the same degrees 
of conversion as pure FcgO^, about the same as attained “by 
Lunge and Pollitt with ferric oxide charged with ’rsenic,*but 
essentially higher than those obtained with pur5 ferric oxide by 
Lunge and Pollitt. (4) The same degree of conversion, abeut 
70 per cenu, is attained by^ ferric arsenate, prepared in the wet 
way, and at the same temperature (625°). Decidedly less active 
is ferric arsenilc prepared in the wet way, but appfereptly not 
constituting a homogeneous compound. (5) Arsenic pentoxide 
free from iron possesses strong catalytic* j)owcrs for the reaction 
SOg + 0 = 563, maximum being at about 675°. (6) The 
admixture of a little tupric sulphate or oxide to the ferric oxide 
has no influence; but larger quantities of CuO decidedly 
d' ninish the catalytic power, and pure cupric oxVle is sfill less 
active. (7) Jena glass and glazed pr unglazed Be;rlin pdrcelain 
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have a very slight catalytic power for the reacttgn here treated ; 
it becomes sensible only at 700®, and is hardly amenable to 
quantitative determination. On the other hand, pure silicium 
dioxide, both in the state of rock-crystal and of amorphous 
quartz glass, possesses distinct catalytic action on the combina- 
tion of SO., with 0 to ijO;j, which attains its maximum (up to 
10 per cent.) at 700''. 

As a continuation of these researches, Berl {Z. them., 

1905 ) PP- 254 ct seq. ; more explicitly Z. anorg Chem,^ vol. xliv. 
pp. 267 to 299) in my laboratory examined the velocity of the 
reaction 280 ^ 4 - 0 .-^ 250 .,, with arsenic pentoxide as catalyser, 
since this compound has proved to be a valuable agent in that 
respect, either by itself or in combination with ferric oxide, 
while in the catalysis by platinum it acts as a strong contact- 
poison. The investigation was based on measuring the 
pressures of the gases at constant volumes, by means of a 
specially constructed apparatus. On employing a stoechio- 
metrical mixture of 2SOo4-Oo, a perfect reaction reduces the 
pressure to two-thirds. The contractions taking place during 
an experiment in certain intervals of time show the progress of 
the reaction. The catalyser was emojoyed in some cases in the 
shape of a tubular layer of As.Oj on a glass tube; mostly, 
however, in a granular, very porous shape. The results obtained 
were as follows. The observations of Lunge and Reinhardt, 
according to which arsenic pentoxide is a catalyser, coniparablc 
to ferric oxide, vanadium pentoxide, etc., was confirmed. Its 
catalytic power at first decreases and then acquires a constant 
value. The best action took place with gases, dried by 
concentrated sulphuric acid ; if there is any moisture present, 
the^ catalytic aciion strongly decreases, but, on the other hand, 
more intense drying, as obtained by phospjiorous pentoxide, 
appears ‘to be also iryurious to some extent. The temperature- 
coefificient of the reaction between 295^" and 340"' is = i-2i, 
between 340^ to 380"" = 1-19 for each 10'" increase of temperature ; 
hence the reaction must’ be considered as a reaction of diffusion, 
since for these a temperature-coefficient of M to 1-4 has been 
ascertained, whereas for purely chemical reactions the co- 
efficient is 2-0 to 3-0, and upwards, for each 10” increase of 
tempei*ature. The reaction is hastened, both by increasing 
the cor/oentration of SO.2 ancj that of O.,, but more so with the 
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former. The rdative velocities, referred to per cent of SO3 
formed, are almost equal. SO3 has a strongly retarding action 
on the velocity of the reaction, explicable by the formation of a 
thin layer of it forming on the catalyser. An admixture of 
indifferent gases, as Ng and CO.,, inftiences the velocity of 
reaction in the direction following frorh- the results of Nernst 
{Z.physik, Chem,, xlvii. p. 54) and Brunner [ibid. p. 56). 

I have been favoured by Dr Brode, of Karlsruhe, with the 
following remarks on the maximum yield theoretically obtain- 
able in the manufacture of SO., by the contact method. From 
the graphic representation given by Knietsch (p. 1307), it 
appears that he had obtained from technical burner-gases the 
equilibrium 2S02+02;|;;2S03 at temperatures over 450'' C, since 
the yield did not change after some time or when employing 
more contact-substance. At lower temperatures the yields 
were still gradually increasing, and hence the equilibrium was 
not yet reached. As Knietsch worked with gases containing 7 
per cent. SOg, 10 and 83 by volume, we can calculate the 
equilibrium constant K for temperatures upwards of 450" by the 
formula : 


K - [SOJ^ > 

■ LS(),P [o,j’ 


and we thus arrive at the following table, in which column I 
shows the temperatures ; 1 1 , the yields obtained by Kni^sch 
(as read off from the curves); III. the proportion SO.j*: SOjj 
calculated therefrom; IV., V., VI. the concentrations of^the 
single gases at equilibrium, expressed in per cent, by voltune ; 
VII. the constant, expressed in the same way. , 


I. 

11 . 

HI. 

IV. 

V. 

VI. 

VI 1. 



. 

\ 





Yield ‘ 

[SOJ 

SO . 

SO.J. 

‘ Oo^ 

• 

c. 

lUO SO.; 

su.,+su./ 




Constant K. 

• 

IS0,1 

Per cent, vol 



Vet cent. 



• 



453 

98 

49*00 

6*86 

0*14 

6*6 

• 3640 

500 

95 

lO'OO 

6.55 

0*35 

6-7 

54*0 

600 

80 

4*00 

5 *60 

1*40 

7.2 

2*2 

700 

59 

MO 

4*13 

2^7 

^•9 

0*25 

800 

35 

0*54 

a -45 

4*55 

8-8 

0*0« 

900 

15 

0*1 8 

1-05 

5*95 

9-5 • 

0*0634 







• 




1320 MANUFACTURE OF FUMING OIL OF VITRIOL 


The constant now allows us to calculate the^uaximum yields 
obtainable at given temperatures and concentrations of oxygen 
for the case that the equilibrium is actually obtained, and inde- 
pendently of the contact -substance (according to van’t Hoff, 
Vorlcs. chenu Dyft.y p. 2<i). P'or each temperature the relation 
is : 


VKLo], - 



and the percentage yield : 

ioo|SO.,l_ ^ iooVK[0~] 
ISOJ-f[SO:] i+^/KlOj 


In the subjoined table, column I. shows the results obtained 
experimentally by Knietsch with technical burner-gases con- 
taining 7 vol. per cent. SO.^, lO 83 N.^; II. the yields 
theoretically obtainable by the process employing great excess 
of air, assuming the concentration of oxygen at equilibrium 
= 16 vol. per cent. O^; III, the yields obtainable by burning 
sulphur in pure oxygen, the gases showing 7 vol. per cent. SOg 
and 93 0.^, and the oxygen concentration = 90 per cent, at 
equilibrium. 





11 . 

HI. 

Temp. 

Technical biirnor-gas. 

lJurnor-gas with excess 
of air. 

Jiurning S with jinre 
oxygen. 


SO, 

Yield 

SO, 

Yield 

SO,. 

Yield 


SO./ 

per cent. 

HU.’ 

per cent. 

«o 7 

per cent. 

450 

48 -o' 

98 

76*0 

98.7 

l8l*0 

99-5 

« 500 

i8b 

95 

29-3 

96-7 

70-0 

98-6 

Coo 

4*0 

80 

5-8 

86'0 

14.0 

93-0 

7 CO 

1.4 

59 

2.0 

67-0 

■ 4-7 

8l-o 

8 oOi 

0-54 

35 

0*73 

42*0 

. 1*7 

62.0 

900 

0 'a 8 

4 

15 1 

1 

0-23 1 

f 19-0 

0-55 

36.0 


Xeppeler {Z. angem, Chem,^ 1902, p. 809) has made some 
interesting observations on the conditions to be fulfilled by 
every contact-substance. Apart from the property of forming 
two grades of oxidation, of which the higher is reduced by SOg 
at the* same time as the lower is oxidised by O {cf, p. 1303 
showing this property even in the case of platinum, according 
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to Englcr and Woehler), those substances which form sulphates, 
like ferric oxide, must be considered in another respect as well. 
On heating sulphates they begin to give off molecules of SO3 
in a proportion increasing with the temperature ; and for each 
temperature they continue to do this until the vapour of SO3 in 
the space above the sulphate has a tension equal to that with 
which the SO., is split off from the oxide. If that equilibrium is 
disturbed by the change of atmosphere, the sulphate again 
splits off SO.., ^nd this goes on until only oxide remains. 
Hence it is unnecessary to work at a temperature at which the 
dissociation of the sulphate is complete, that is, until the tension 
is equal to that of the atmosphere. It is only necessary that the 
partial pressure of the vapour of SO3 should be less than the 
tension of dissociation of the sulphate at that temperature. 
With the dilution of the burner-gases the temperature is 
lowered at which the contact-substance is active. If, for 
instance, the burner-gas can furnish 8 per cent. SO3, a 
temperature suffices at which the SO3 vapours split off by the 
sulphate have a tension of o-o8 atm. At 400'' the SO3 
tension of ferric sulphate is not sensible ; it becomes so at 500'', 
and probably it is not necessary to exceed that temperature 
largely if very dilute gas (2 to 3 per-cent. SO.^) is employed, 
because then the temperature required for the formation of 
sulphate is much lower: the excess of oxygen is useful thrqpgh 
the action of the law of masses, and the heat of reaction^ being 
applied to a greater mass, does not produce a harmful rise of 
temperature. • 

Keppeler's further work on the catalytic functio»Ti of fSrric 
oxide in the formation of SO3 is found in Z. Chem., 1908, 

pp. 532 ct seq., and pp. 557 et seq., and Z,physik, Vtein,, 1908, vol. 
Ixii. pp. 89 to TiSe He found that it is a decided advantage 
to effect the catalytic action in two stages, of ^which •the first 
may be performed by platinum even at a higher temperature, 
the second at 450" to 500"; the yield is almost quantitative. 
He measured the dissociation tension *of ferric sulphate in a 
current of nitrogen, as well as in a current of oxygeft ; the latter 
is much less than tlfe former. Also the best conditions for 
obtaining SO3 from burner-gases consisting of 7 per cent. SO^, 
K per cent. O and 83 per cent. N ; he found tl!e optinfum at 
665 and he compares his result^ both with those of other 
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laboratory investigations and with those obtained in large scale 
work (as far as the latter can be learned). Concerning the 
essence of the ferric oxide catalysis, he considers it very 
probable that it takes place through a condensation of SOg on 
the surface of the ferrid oxide (by “ adsorption ”). The arsenic 
trioxide of the burner-gases is retained in the ferric oxide in 
the shape of pentoxide. More SO.{ is produced than the ferric 
oxide could combine with, which refutes the assumption that 
the catalytic process is due to the temporary formation of ferric 
sulphate. Kcppeler’s paper is criticised by Wohler, Pluddemann 
and Wohler (see p. 1325). 

Bodlander and Koppen (Z. Elektrochcm.^ 1903, ix. pp. 559, 
698, 787) have worked on the speed of the formation of SO3 by 
the contact-process. Since the temperature at which that 
formation takes place with a technically available speed is near 
that at which a sensible dissociation of the SO.j sets in, the 
technical process must be carried on at a temperature at which 
the velocity of formation is as large as possible, the dissociation 
being as small as possible. The velocity of formation under 
various conditions, in the presence of platinum-wire net as a 
catalyser, was measured by the dijjinution of pressure shown 
by the gaseous mixture at constant volume and constant 
temperature, according to the equation: S02 + 0 = S03. If 
to t)ie stoechiometrical mixture of SO.^ and O varying quantities 
of N are added, the velocity of the formation of SO3 is 
dependent on the initial partial pressure of the gases, the 
degree of dilution with N. The presence of SO3 directly retards 
the reaction, apart from the dilution ; excess of O and SOg in- 
creases it qualitatively, and, approximately, also quantitatively ; 
SOg does so more than the oxygen, as foreseen by the theory. 
The speed of reaction increases with a ri,sc of temperature 
(1-42 times for each 10”), but depresses the, maximum yield 
of SO;j4 Excess of air shifts the equilibrium in favour of 
the formation of SO3, and also increases ^its speed; hence 
good yields may be obtained also at higher temperatures by 
greater excess of air, as is done in actual practice. Bodlander 
has also made a publication on that 'subject at the Fifth 
International Congress for Applied Chemistry, in Berlin, 1904 
( Verhdndlmige^^ iv. p. 624). 

Ku^ter {Z, morg. Chem.^ 7904, xlii. pp. 453 to 469) made a ^ 
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series of experiments with various contact-substances, for which 
he constructed special apparatus such as a gas-holder, in which 
the gases come into contact only with mercury, so that no 
SOg, etc., is absorbed by water, and a special heating-oven 
for the contact-tube. From the resultsme draws the following 
conclusions: (i) Platinum, vanadium pentoxide, and ferric 
oxide yield, for equal temperatures, the same equilibria for 
SOg, Oo, and SC).{. (2) Of these three catalysers, platinum 

is by far the m?)st efficient, and the only one which permits 
to attain the equilibria within technically useful times. (3) 
Water very strongly influences the catalytic power of ferric 
oxide and vanadium pentoxide, so that there exists an optimum 
of desiccation for both catalysers. This optimum is defined 
by the degree of desiccation, attained by ordinary commercial 
concentrated sulphuric acid. (4) Ferric oxide as a catalyser 
is very sensitive to mechanical and chemical influences, and 
is especially more and more poisoned by increasing quantities 
of arsenic. But the efficiency of vanadiam pentoxide is per- 
manent for an apparently unlimited time. 

Another investigation of that subject has been made by 
Bodenstcin and Pohl (Z. Ekktrochevi.^ 1905, pp. 373 to 384). 
They establish the fact that the eqiftlibrium of the catalytic 
formation of SO., signally obeys the demands of the law of 
mass-action and of thermodynamics, and they state that«the 
practical results obtained by Lunge and Reinhardt (Z. ange'iiK 
Chan,, 1904, p. 1041) agree with this, but not the results of 
Bodlander and Kdppen, nor those of Kiister (see supra), ^fhe 
following tables calculated by them from their investigation 
give a good idea of the bearings of their investigation : — 


(i) Conversion of q Stoechiometric Mixture of SO,, and 0 into 
SO,^ at various tcniperalurcs, when diluted with Nik'ogen, 


1 No. 

Amount 

ofN„ 

added. 

S()„. 

0,. 

400 “. 

600 '. 

( 300 ". 

• 

700 “. 

• . 

800 “. 




66.67 

33*33 

98-1 

91*3 

76*3 

71*5 • 

30.1 

160 

2 

79.00 

14.^0 

7*oo’ 

96.3 

84.7 

62.2 

35*2 

18.3 

8.2 

3 

84.85 1 

lO.IO 

5-05 

; 5*7 1 

83*2 • 

59*1 

► 31*9 1 

15-0 

7*0 

4 1 

K9.50 

7*00 

3*50 

95*2 

81.2 

55*5 

28.5 1 

12.9 

6-0 

r 

97*00 

2-00 

1*00 

92.7 

73*2 

43*0 

i §.4 

7*5 • 

3*3 


Gas produced by l>uriiiii^ sulphur in air. 
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(2) Sulphur Dioxide and Oxygen without Nitrogen, 


No. 

N... 

SO.. 1 

0... 

400“. 

f.00”. 

600“. 

700\ 

800“. 

900°. 

I 


66-67 1 

33-33 

|. 98-1 

91-3 

76-3 

51*5 

30-1 

i6-o 

6 


33-33 ; 

66.67 

! 99.7 

97-3 

88-5 

66-6 

40-4 

22-0 

7 


14-00 i 

86-00 

j 99-8 

97-9 

90-3 

69.8 

43-9 

24-4 

8 


7.00 

93-00 

1! 99-8 

98-1 

90-5 

70-7 

44.9 

25-3 

9 


2-00 1 

98-00 

99-8 

98-2 

90-8 

71-2 

45-5 

25.6 


(3) Burner-gas diluted with Air, 


No. 

Air 

per cent. 


so„. 

0... 

400'. 

.'iOO'. 

COO’. 

700’. 

soo . 

900". 

3 


84-S5 

lO-IO 

5-00 

96-2 

83-2 

59-1 

31-9 

15-0 

7-0 

10 

1-444 

83-00 

7-00 

10-00 

99-3 ' 

93-4 

73-3 

42-5 

20-5 

9-8 

II 

1 2.194 

81-40 

4-00 

14.60, 

99-4 i 

94-9 

78-3 

48-1 

24.2 

11-7 

12 

3-944 

80-00 

2-00 

i 8 -co 

99-5 

95.6 

80.5 

51-3 

j 26.3 

12-9 


Vide also Bodenstein and YxweV.Z. physik. Chem., lx. (1907), 
pp. I to 45. 

Lucas {Z. Elektrochem., 1905, p. 457) made an investigation 
on the SO.j contact-process by planomctrical methods. He 
found that the yield with a mixture of SO., and O., according 
to stoechiometrical proportions is better than with the “ ideal 
bimner-gas (11-69 per cent. SO.,, 5-85 per cent. O.,, 82-46 per 
cent. ,\). The addition of a little air to the latter at once 
increases the yield, but lessens the velocity of reaction. 

‘'An important paper on the subject in question is that of 
Lothar Wohler, Foss and Pluddemann,in Jkrl. Ber., i 90 f>,PP- 353 ^^ 
et seq. They ptate that sulphur trioxide above 450° begins 
to ‘split up (Knietsch, AVr., 1901, p. 4099; supra, 1^, 1306); there- 
fore the best catalysis must take plrce belo*w 450°. Platinum 
shows its maximum*of catalytic power, according to Knietsch, 
at 400‘'«, and is therefore in respect of yield the best catalyser 
for this purpose. The cause of its catalytic power is not yet 
cleared up. Engler and Wohler (Z. anorg, Cliem., 1901, p. 1) 
considered ft probable that the hypothetical platinum peroxide 
is formed as an. intern^ediate product, ^)ut Wohler later on 
(Z. Elektrochem., 1905, p. 844) showed that this assumption is 
unnecessary, since the ordinary monoxide, PtO, already possesses 
the required #stroncf oxidising power, and the catalytic decom- 
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position of H/Jg produced far more vividly by platinum 
black than by platinum oxides. PtO is reduced by SOg already 
at 130", more vividly at 200°, and very fast at 400°. Experi- 
ments showed that, under identical conditions of temperature 
and velocity of the gaseous current, JitO at first shows only 
one-fifth of the action of metallic Pt, but later on the action 
of PtO increased up to that of Pt, and it was proved that 
this happened in the same proportion as the PtO was reduced 
by the contact -mixture to metallic Pt. Palladium behaves 
quite in the same way. The maximum contact yield when 
employing platinum is at 400", for palladium it is at 700”, 
and iridium is midways between them. The formation of an 
exothermic oxide of the platinum group as active intermediate 
product of the contact-process is excluded, but an endothermic 
oxide may have that function. There are some indications 
for this, but the matter requires further investigation. We 
must refer to the original for the description of the experiments 
made on the catalytic action of Pt, PyT), and PtO^, of Pd 
and PdO, on the action of Pd in contact-mixtures at 808"", 
and the comparison of the catalytic action of metallic Pt, Pd, 
and Ir. 

A continuation of this re.search is^thc paper of L. Wohler, 
Pliiddemann and P. Wohler, in Z. phvsik. Chan., 1908, Ixii. 
pp. 641 to 677. A comparison of the contact-action of 
CuO, cupric and cuprous chromite, Fe^O.5, Al./).^, SiO^ and 
the oxides of Th, Ce, and Ti, showed that the curves expressing 
the ratio of actual to theoretical yield, for equilibrium in relation 
to the temperature, all pursue a similar course, rising with 
the temperature, without showing a maximunt. The sintering 
of the surface of the contact-substance during the heating was 
found to exert a. very gjeat effect on its action, and certain 
apparent maxinw 'were found to be realty dup to this cause. 
The influence of the surface was found not to be proportional 
to the size of the particles. !n the case of differently prepared 
or treated samples of the same substance, their adsorptive 
powers were found to be proportional to the efficiencies of 
their contact-action ^ but this relation does not exist when 
different substances are compared, llhe variation of adsorption 
Vv ith concentration depends upon the adsorBing suBstance ; 
the exponent of adsorption varies between Q^and K. The 
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action of the contact-substances in the sulphVic-acid process 
can be explained by the supposition of the intermediate forma- 
tion of a solid solution of the gas components, whether it be 
of gas or of a solid chemical compound. 

An entirely new th^'^ory of the catalytic conversion of SOg 
into SO.^ by means of platinum has been proposed by H. 
Wieland(/)Vr/..^^,T., I9i2,pp. 685 ^/j^(7.),on the strength of observa- 
tions made on the action of damp SO^ on palladium black. 
He rejects the ordinary assumption, according to which 
platinum causes this combination of SO^ with atmospheric 
O to SO.^. It has been established long ago that absolutely dry 
gases are not catalytically combined to SQ.^; cf. supra, p. 1305, 
the investigations of Russell and Smith, my own remarks, 
supra, Xi. 1305, founded on the investigation made by myself 
with Pollitt in 1902, according to which a trace of water, such 
as remains after drying the gases with concentrated sulphuric 
acid, is necessary for the catalytic combination of SOg+O, 
whereas larger quantities of moisture act as a contact-poison, 
also the results of Berl, p. 13^18, and Kiister’s similar con- 
clusions, supra, p. 1323. Wieland consequently explains the 
contact-process not essentially as an ^idising reaction, but as an 
abstraction of hydrogen, Recording to the following equations : 

I. S0., + H,0 - SO. 5 IL. 

, 3. 

The part played by the oxygen, according to this theory, 
consists in immediately burning the hydrogen formed by 
No. 2, and the water formed thereby is constantly reintroduced 
into No. I. * 


PkESENT State oV the Manufacture ‘of Sulfhuric 

AKiiYURIDE AND SULPHURIC ACII) liV THE CONTACT- 
' Process. 

This process is carried out in practice in a considerable 
number of modification.s. About some of* these' nothing what- 
ever is known outside the circle of those who work them, and 
concerning these I can naturally say nothing in this place. To 
this number belong the processes used by Messrs Chapman, 
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Messcl, & Silvcrtown, by the United Alkali Company 

and by the Tentelew Chemical Works at St Petersburg 
\cf. a description of .their apparatus in the B. P. 11969 of 
26th May 1902,/. Soc, Chem. Ind., 1903, p. 695]. 

Only six different processes are better known, partly by 
the patent specifications and partly by communications from 
the owners, most of which have appeared for the first time 
in this book. We may divide them into two classes : — 

A. Processes by which the conversion of SO^ into SO.5 is 
rendered practically complete by contact-action (Badische, 
Hochst, Grille, Mannheim). 

B. Processes which supplement the contact-process by 
ordinary lead chambers for working up the residual gases 
(Freiberg, Rabe). 


I. The J^roeess of ihc Badische Anilin- nnd Sodafahrik 
at Ludwigshafen. 

This process has been worked out by Dr Knietsch, who has 
described its rise and present state in a lecture delivered before 
the German Chemical Society on igith October 1901, which 
has been published in Bcrl, Bcr., 1901, pp. 4078 ct seq. 

The whole of the matter contained in that lecture, as fv as 
it refers to the subject in question, is given in the follpwing 
description, which is, however, largely amplified by extracts from 
the patent specifications, and by a direct communication m&de 
to me by the Badische Anilin- und Sodafabrik. 

When Knietsch approached the problem of^ completely con- 
verting pyrites-kiln gases into sulphuric acid by con tact-act ibn, 
this seemed to piomise iv) success according to all that was 
known at that tftne in practice and theoi^^. He was Induced, 
in spite of this, j:o consider success possible princIpaHy from 
theoretical considerations. , • 

We know that the gases issuing from the ordinary lead 
chambers still gDntain 6 per cent, oxygen. The same excess of 
oxygen must necessarily be present Jp every burner-gas sub- 
mitted to the contact- process, and there was no apjparent 
reason why the reaction should not go on quantitatively with 
such an excess of oxygen. This question was tested by experi- 
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ments with pure sulphur dioxide diluted with^'much air, and it 
was found that the reaction under certain conditions stopped 
quite short only of quantitative conversion. It was found that 
dilution with air to any extent had next to no influence on the 
conversion of SOo intovSO.^, nay, even that this conversion was 
promoted by diluting the SO.^ with more air, and thus increasing 
the proportion of oxygen in comparison with dioxide. From 
this followed the fact that the view held up to that time, 
according to which diluting gases had an injurious effect on the 
contact-process, had to be critically examined. 

The experiments were now extended to real burner-gases, 
taken from the pyrites-kilns and conducted to the laboratory 
through a long lead tube, acting like a flue-dust chamber in 
removing cinders, flue-dust, etc. The gases were also washed 
by several bottles charged with sulphuric acid. The results 
were almost as complete as those obtained with artificial 
mixtures of gases, and no falling off in the quantitative action 
was observed, although the experiments with the same contact- 
mass lasted several days. 

This seemed to justify the hope that sulphuric acid might 
be almost quantitatively made in^^iis way from burner-gases, 
and the experiments were repeated on the large scale ; but it 
was soon found that the action of the contact-substance did not 
hoW out during a prolonged use and ultimately it entirely 
failed, This result was not improved by cooling the gases in 
long flues and repeatedly washing them with sulphuric acid, 
not by filtering them through dry coke and asbestos filters so 
that they might be regarded as pure as could be technically 
attained. So far, the process had failed on the large scale. 
Blit on making further laboratory experiments on the causes of 
the slow, but seemingly inevitable, retrogression of the contact- 
action It was .found that some substances* iftterfere with the 
catalytic action of platinum even when present in extremely 
small quantities. These are arsenic and mercury, also 
phosphorus, but later on the injurious effect of the latter was 
found to be caused by its contamination^ with .arsenic. Other 
substances, such .as antipiony, bismuth, lead, iron, zinc, etc., are 
injurious onl)^ so far as they mechanically envelop and stop 
up the contact-ma.ss, if introduced in large quantities. The 

inlnrinn*; pfftirt nf at*<;pnir is «n ermaf that i nr 9. npr ront. of the 
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weight of platihum suffices for depriving this entirely of 
its activity.^ 

The question now arose, whether those “contact-poisons,” 
as they may be styled, are present in burner-gases after all the 
purifying operations above described, #ind it was found that 
indeed the whitish mist of sulphuric acid, which could not be 
precipitated, contained arsenic. Thus the want of success was 
partially cleared up, but no remedy was known, since up to 
that time the complete precipitation of these white mists was 
considered technically impossible by the most competent 
experts {cf, Schnabel’s Hnttcnk 7 indi\ 1890, p. ^00), Still, the 
task was again taken in hand to accomplish a complete 
removal of all impurities, so as to leave a mixture of absolutely 
pure sulphur dioxide, oxygen, and nitrogen. An enormous 
amount of time, trouble, expense, and patience was required 
for attaining that object, first in the laborator)', and then on 
the large scale. The difficulty was principally caused by the 
continuous struggle with an invisible foe, ?ttid the. fact that each 
mistake was attended by a lasting diminution of the yield of the 
whole plant. The result of the whole work is embodied in the 
patents cited below, which show that the burner-gases can 
indeed be completely freed from all iaipurities, if, after proper 
treatment and cooling, they are subjected to a prolonged 
systematic intimate contact with water or sulphuric acid, cariied 
on until an optical and chemical examination proves;, their 
perfect purity. It is indifferent for the result in which way 
that intimate contact with the purifying liquids is attaiifed, 
whether by intense washing, or wet filtration, or a c( mbination 
of both. Only a few of the difficulties will be rr^entioned which 
occurred during the introduction of the purifying process ifito 
practical work. • 

It was found* tliat the gases should He slawiy cooled, in 
which case the §ulphuric-acid mists are much nSore easily 
precipitated than when cooling rapidly.(say, by bringing them 
into contact with much water) — a phenomenon which may be 
caused by different states of the sulphuric anhydride (p. 277), 

1 Winteler (Z. an^ew. Chctu., 1905, p. *1655) claimed for Clemens 
Wmkler the merit of discovering the deleterious effect ^f arseni^ in the 
platinum contact-process. The Badische Company p. 1902) 

energetically contradict him and vindicate that discovery^for Knietsch. 
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but still awaits its proper explanation (</ al-jp p. 1284). The 
cooling required long iron conduits cooled by air. So far as 
was then known, the iron could not have any injurious effect, 
for acid with more than 90 per cent. H2SO4, such as must be 
formed when dry pyrites is employed, was not expected to act 
upon iron, or to yield at most SO.,, which could do no harm. 
But although the burner-gases had been completely purified, 
and even passed through wet filter-presses; and the optical test 
(at that time regarded as sufficient) betrayed no contamination, 
yet the contact-mass w^as slowly, but invariably, changed after 
weeks or months. After a long series of investigations, and 
only after the presence of arsenic, undiscoverable in the gases, 
had been proved in the platinum asbestos after having lost 
its activity, the assumption gained ground that the disturbance 
might arise from an attack of the small quantity of sulphuric 
acid condensing in the iron cooling-pipes, and that this must pro- 
ceed from the formation of a gas containing arsenic, presumably 
arseniuretted hydrogen. Precautions were now taken that the 
condensing acid should not egme into contact with iron, and 
from this moment the contact-furnaces retained their activity 
without any change. Consequepirly, contrary to the general 
view up to that time, the action of concentrated sulphuric acid 
on iron must have produced some hydrogen, for only in this 
way arseniuretted hydrogen could have been formed. 

Another very enigmatical and protracted di.sturbance arose 
through the formation of mists in the pyrites-kilns, found after 
lengthy investigation to consist of very slight quantities of 
unburnt sulphur, which is just as difficult to precipitate as a 
quickly cooled mist of sulphuric acid. This sulphur always 
contained sorrie arsenic, and had therefore to be completely 
removed ; this was attained by thproughlj; mixing and thus 
completely burning the gases by the assistance of blowing in 
some s.^eaiti. Hereby another very important advantage was 
obtained, by diluting the sulphuric acid present in the gases so 
that it does not condense in the first iron coolers (which 
prevents the formation of AsHg), nor attacks the subsequent 
lead coolers when condensed to liquid acid ; it also prevents 
the formation of hard llue-dust and obstructing crusts in the 
flues and cooldrs. 

In fhe patents the punTyipg process is described as follows 



PROCESS OF THE BADISCHE FABRIK 


1331 


The hot gases ye treated with a jet of steam in the dust-flue ; 
they are then gradually cooled by being passed through a flue and 
then into a set of lead pipes, arranged to act as a cooler, where 
the temperature is lowered to about lOo"* C. They are then 
passed through a series of mechanical .washers, the water in 
which becomes converted into dilute sulphuric acid. Such 
washers act incomparably better than washing-towers. The 
gases are finally dried by concentrated sulphuric acid. Before 
they pass on to tke contact-apparatus, they are subjected to an 
optical and a chemical test. The former consists in examining 
a layer 'of the gas some yards in length, illuminated at the 
further end, to see that it is free from dust and mist. The 
chemical test is performed by passing the gas for twenty-four 
hours through water, and then examining the liquid for arsenic 
by the Marsh test. 

[According to their Gcr. P. 159971, the Badische Fabrik 
purifies burner-gases from arsenic by means of clay. Clay, 
especially in the unburnt state, retains not .merely ordinary flue 
dust, and therewith great part of the arsenic contained in the 
gases in the shape of dust, but also the arsenic present in the 
state of vapour. This action greatly increases with the 
temperature ; unburnt clay at 350'" to^400'’ retains twenty or 
thirty times more arsenic than at ordinary tempcratuics. The 
temperature actually employed is about 200^ Besides arsenic 
also other substances, injurious in the contact-process for SO3, 
are retained by the clay.] 

We now come to another important principle of the 
Badische system, the removal of the injurious excess of the heat 
of reaction. The process SO.j-f O = SO3 produced 22,600 calories. 
In Lunge’s Sulphuric Acid and Alkali, 2nd edition, vol. wi., 
p. 815, the following paragy-aph occurs: — “At a large German 
works pure SO^, abfained by the Schroder cwid Hanisch ^process, 
or in some other way, is mixed with the necessary (Juaotity of 
air; the mixture Is heated to the required temperature in. a 
pipe-stove, and is then passed through an apparatus containing 
ciay -balls impregnated with platinum black, similar tto a Deacon 
decomposer. Ihis ffpparatus requires no external heating, 
since the gaseous mixture develops heat in the combination of 
SC'^-fO, and needs only to be protected from tooling.* It is 
asserted that, by employing .strong ^^ressu re by means orbronze 



1332 MANUFACTURE OF FUMING OIL OF VITRIOL 

blowing-engines (air-compressors), it is possfole to make SOg 
directly from pyrites-burner gas cheaply enough to employ it for 
bringing chamber-acid up to the strength of* rectified oil of vitriol,’ 
in lieu of concentration by evaporation, or even to manufacture 
ordinary sulphuric aci^ in this way, and thus to do away with 
lead chambers.” 

But this refers to a highly concentrated mixture, containing 
about 25 per cent, (vol.) of SO.^, and could not be applied to 
gases three or four times more diluted. Such gases were 
universally believed to require not merely protection of the 
contact-apparatus from cooling, but heating it up to red-heat. 
Consequently the apparatus at the Badische was first provided 
with a heating arrangement. It was formed of vertical pipes, 
somewhat narrow, as in these the platinised asbestos can be 
more uniformly distributed than in wider, horizontal pipes or 
boilers. 

The contact-furnace hence consisted of a bundle of narrow 
pipes, the lower half^of which was filled with contact-substance, 
as shown in Fig. 489 (taken from the patent specification). 
When this furnace was started in the ordinary way at a low 
r^d-heat, it was found, against all (^cctations, that not merely 
the yields were better, but the velocity of the gaseous current 
could be essentially increased, if, in lieu of hot fire-gases, cold 
air was introduced between the pipes and the temperature loss 
thus kept essentially lower. This led to another way of 
proceeding. In the beginning the two fires h and // were 
used, but as soon as the furnace was at work, the lower fire h 
was put out and cold air was passed along the contact-pipes, 
thus both cooV'ng the pipes and performing a preheating of 
the cold gaseS entering the pipes by means of the heated 
current of air rising up ; the fire H had onjy to complete this 
preheating. In thi|. way only the upper layers of the contact- 
mass became gently red-hot, and a proper temperature for the 
co;npletion of the reaction was attained throughout. 

In this simple mariner the work was performed for several 
years; the» 4 :emperature can be noted without a pyrometer by 
merely observing the appearance of the trundle of pipes. But 
it was found later on th&t the quantity of heat which could be 
withdtavvn from the contact-process was so great that it is 
possiofe to employ the roasting-gases themselves as cooling-gas, 




this fire escape al: L. The t)urner-gas to be^ treated passes first 
through the heat regulator G, then through the va*lves*V y' into 
chambers A and A', which supply the whole circumference ofjS 
with gas, as well as the radial pipes B which are provided 
with he les of a size varying according to the length of the 
corresponding chord df the circle, so that the gas is divided 
uniformly all over the system. 

In order to lead the gases further on in the ^'equisittf way 
and to bring them as near as possible to the contact-masS to be 
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cooled, a number of diaphragms C C are prorided, which force 
the gases to travel close to the pipes R R. The gases are 
again thoroughly mixed before entering into these pipes 
through O and F, and acting upon the mass by means of the 
baffle-plates in chamber N. 

The velocity and temperature of the gaseous current is 
regulated by thermometers placed at D and D', and by analysis 
of the entering and issuing gases, until these yield the best 
results. If needful, other cooling-gas or air ,may be admitted 
through V" and J. In the pipes R R the contact-reaction takes 
place, the heat generated in excess being transferred to the 
gases playing round these pipes, which are thereby heated up 
to the temperature of the reaction. The transformed gases 
issue through D' into chamber W' and proceed through G to 
the absorbers ; but they may also be carried through the heat- 
regulator G, where they give up part of their heat. 

The patent specifications contain a number of other forms 
of apparatus for applying the same principle. 

There is also a specific example quoted to show how the 
best result can be obtained, but this applies to ^gases not 
obtainable from ordinary pyrites-burners, viz., such containing 
12 per cent, (vol.) SOg ^ncr 12 per cent O. The apparatus is 
heated up by the gas-flames at h until a thermometer in D 
shpws 3CX)° C., and the whole gaseous current is now allowed to 
enter at A. By constantly testing the entering and issuing, gas 
the practical effect is ascertained, and the temperature in the 
contact-space, which is observed by thermometers in D and 
is Vegulated by means of admitting the cooling gas through 
valves V, V', afid V" if necessary by help of the preliminary 
heater G, under such conditions of heat and quantity that the 
maximum conversion of SOg into SO3 is attained. In th( 
present case about ^-wo-thirds of the gas is 'introduced at A an( 
one-third ^direct through J, so that, after passing the mixer N 
the gas in D shows a temperature of 380°, the thermometer ii 
D' showing 234°. The conversion of SO.^ into SO3 is = 96 to 9I 
per cent., if 40 to 50 kg, SO3 are made for each pipe in twenty 
four hours; the yield may rise to 99 per cent'if the gases an 
left in contact with the fcatalyser for a longer time. 

This coolihg system furnishes four important advantages :-r 
I. Th€re is no overheating pf the apparatus, and a temperatur* 
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is obtained suiJ:iLble for the highest possible yield of 96 to 
98 per cent. 2. The iron apparatus is protected from being 
destroyed by burning. 3. The contact-mass is protected from 
overheating and retains its activity for years. 4. The absolute 
amount of work done by the contact-ma.ss, and therefore by the 
whole apparatus, is very considerably increased and brought 
to its upper limit, because fresh quantities of gas can always 
be introduced without overheating and the contact-mass is 
kept at a tempeuature most suitable for its maximum effect. 
Hence, if the furnace gets too hot, it is not necessary, as before, 
to diminish the gaseous current to be treated, but its cooling 
action is regulated by changing its quantity or its temperature 
when entering the cooling-jacket, or the place where it 
enters, etc. 

An essential point in the new process is that it is carried on 
without applying high pressure. Formerly it was believed 
(p. 1296) that the influence of indifferent gases militated against 
quantitative action, and that this should be compensated by 
employing the gases in a highly compressed state. But such 
an influence is absent or at least practically ;///. There is no 
difliculty whatever in reaching an almost quantitative con- 
version of SO.^ into SO.J without any excess of pressure, which 
means a considerable saving. 

On the other hand, the gas should be made to penetrate^the 
contact-mass very thoroughly. Loose platinum asbestos gets 
easily compressed too much to allow the gases to penetrate. 
The apparatus shown in Fig. 491 allows of working with a 
minimum of pressure without leaving the gases any other Vay 
except through the contact-mass itself, or hindering the cooling 
of the contact-pipes. The contact-mass is spread on perforated 
plates, strung on a central round iron spindle ; small bits of 
pipes or pins kgep the single plates apgrt and prevent the 
pressure of one layer upon another, so that there ^is but very 
little resistance to the gases, and a correspondingly small 
mechanical force required for propelling them. Every pipe can 
also be brought to a certain pressure, uniform fof all of them 
and capable of being measured, so that the^ whole apparatus, 
although consisting of many pipes, offers an absolute guarantee 
for a uniform division of the gases and theA^fore thfe most 
normal progress of the reaction. , 


' 4 .Q 
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The best way of performing the abovc^ts described in 
Ger. P. 119059. Pipe R (Pig. 491) contains a central spindle a 
resting on the bottom of the apparatus and serving as guide 
for the following parts. On this is put a pipe reaching into 
the contact-pipe. Upon this is dropped a perforated plate or 
sieve r, upon which enough contact-mass is spread to cover not 
merely the holes, but also the space between the edge of the 
sieve and pipe R. Now a small bit of pipe d is dropped over 
on this again a perforated plate c\ and this ir continued until 




there is enough contact-substance in the pipe. Or else, in lieu 
of pipes the*^ sieve-plates are kept apart by small tripods, 
as in Fig. 492. ^ 

A later patent of the Badische (B. P. 6828 of 1901) describes 
the formation of “carrier” (in place of asbestos) by the 
intermediate action of an intimate mixture of an oxide or 
hyrfrate of a fixed alkali or alkaline earth, or salts of these 
containing a volatile acid (HCl, COg, acetic acid, etc.), with a* 
salt of a ve>latile base, such as ammonia, and a less volatile 
acid, such as sulphuric or phosphoric 'acid, at a suitable 
temperature. At such ^ temperature double decomposition 
takes place, anti the vapours of the volatile salt so formed on 
escaping impart a high degree of porosity to the non-volatile 
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salt remaining * 13 chind. The platinum may be added to the 
mass either before or after heating. 

Another B. P. of the same firm (12781 of 22nd 
June 1901) states that half of the platinum or more, up to 
70 per cent., can be dispensed with ty' dividing the process 
into two stages, and removing the SO3 formed in the 
•first stage before submitting the gases to the second stage. 
Otherwise, with 100 parts of platinum and a total conversion of 
97 per cent., the* production of the first 80 per cent. SO3 only 
requires 15 parts of the total platinum employed, while for the 
remaining 17 per cent. SO.j 85 parts of platinum are necessary. 
But if, after in the first phase converting 80 per cent, of the 

502 into SO3, the latter is removed by absorption and the 
remaining gases are again submitted to contact-action, the 
formation of SO3 proceeds again with the same velocity as at 

first, so that the total conversion is = 80+ (20 x = 96 per cent. 

This is sufficient for practic3l purj.osej^ and it takes only 
15+15 = 30 parts of the platinum necessary for a direct con- 
version of 96 per cent. In the same manner it is possible to 
rise from 80 per cent, in the first phase to 98 per cent., or from 
90 per cent, in the first phase to 99 pc^ cent, total conversion. 

The Ger. P. 148196 of that firm states that the platinum 
contact-mass, when rendered inactive, can be revivified^ by 
means of dry sulphur dioxide, cither by itself or mixed with 
other gases containing little or no oxygen, passed through the 
mass at the temperature of the contact-process. Thus ‘no 
impurities arc introduced into the mass, ai ], owing to the'dry 
state of the gas, the apparatus is not damaged. 

Last of all we must allude to the question of absorbing the 
sulphur trioxide contained^in the gases. It is well known that 

503 has much more affinity to water tiian conefentrated 
sulphuric acid ; in the former case i kg. SO3 liWbrates 500 
calories, in the latter (i kg. SO.5 with^an excess of sulphuric 
acid 66'’ Be ) only about 300 calories. It would therefore be the 
most natural thing to arrange a number of ves'lels in such 
manner that the absorbing acid is gradually Jess concentrated 
in the direction of the gaseous current, that water or dilute acid 
is run into the last vessel, and that fuming acid or acid of any 
other desired commercial concentration is run.qut from the 



1338 MANUFACTURE OF FUMING OIL OF VITRIOL 


first vessel. Against all likelihood such an ali;angement does 
not produce the maximum of work. On the contrary, it is very 
difficult to absorb SO3 by means of water or dilute sulphuric 
acid ; considerable quantities of whitish mist still escape from 
the apparatus, causing^ loss (and nuisance). But it has been 
found that at a certain concentration, between 97 and 98 per cent. 

sulphuric &cid has the property of absorbing sulphu^ 
trioxide completely and momentarily. (This peculiar property 
of acid of that special concentration, together with its other 
remarkable properties, has been described on p. 292, where 
also Sackur’s explanation of the phenomenon described by 
Knietsch is given.) It is thus possible to remove all the SO3 
out of the gaseous current by a single absorbing-apparatus, in 
which the concentration of the acid is kept between 97 and 
98 per cent. H^SO^, by continuous feeding with water or 
dilute acid, and continuous running off of the excess of strong 
acid formed. 

If fuming acid is^ to be made, one or more absorbers are 
placed in front of the last. Here again very peculiar phenomena 
are observed. Whereas in the manufacture of hydrated sulphuric 
acid cast-iron vessels are ^y suitable, this is not the case with 
fuming acids, which do^iot corrode the cast-iron very much, 
but cause it to crack {cf. p. 323). Wrought-iron is strongly 
corr^oded by fuming acids of less than 27 per cent. SO3, as is 
explained by its electric conductivity (p. 324). Above 27 per cent. 
SO.j tlie acid renders wrought-iron entirely passive, and such 
apparatus can be used for many years for the manufacture of 
stro'ngly fuming O.V., above 27 per cent. SO... Thus also 
fuming acid alrfiost entirely free from iron can be made (0-003 
to 0 00 1 per cent. Fe). 

The U.S. P. of R. Knietsch, ,69201 8< of 28th January 
1902, contains a isynopsis of the vari'ous operations, as 
shown .in "Fig. 493. Sulphur dioxide is taken from the 
supply A through the drying-train B into the “ induction 
separator” C, in which the gas is mixed with air from the 
pump D ; die mixed gases then enter the wa^sher E, a leaden 
vessel from the top of which is suspefided a hood havingf 
serrated edges dipping into sulphuric acid of Be. ; a pressure- 
gauge^ affixed *'to the entrance and another to the exit show 
the res][)ective pressures. The gases then pass through the 
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salt remaining * 13 chind. The platinum may be added to the 
mass either before or after heating. 

Another B. P. of the same firm (12781 of 22nd 
June 1901) states that half of the platinum or more, up to 
70 per cent., can be dispensed with ty' dividing the process 
into two stages, and removing the SO3 formed in the 
•first stage before submitting the gases to the second stage. 
Otherwise, with 100 parts of platinum and a total conversion of 
97 per cent., the* production of the first 80 per cent. SO3 only 
requires 15 parts of the total platinum employed, while for the 
remaining 17 per cent. SO.j 85 parts of platinum are necessary. 
But if, after in the first phase converting 80 per cent, of the 

502 into SO3, the latter is removed by absorption and the 
remaining gases are again submitted to contact-action, the 
formation of SO3 proceeds again with the same velocity as at 

first, so that the total conversion is = 80+ (20 x = 96 per cent. 

This is sufficient for practic3l purj.osej^ and it takes only 
15+15 = 30 parts of the platinum necessary for a direct con- 
version of 96 per cent. In the same manner it is possible to 
rise from 80 per cent, in the first phase to 98 per cent., or from 
90 per cent, in the first phase to 99 pc^ cent, total conversion. 

The Ger. P. 148196 of that firm states that the platinum 
contact-mass, when rendered inactive, can be revivified^ by 
means of dry sulphur dioxide, cither by itself or mixed with 
other gases containing little or no oxygen, passed through the 
mass at the temperature of the contact-process. Thus ‘no 
impurities arc introduced into the mass, ai ], owing to the'dry 
state of the gas, the apparatus is not damaged. 

Last of all we must allude to the question of absorbing the 
sulphur trioxide contained^in the gases. It is well known that 

503 has much more affinity to water tiian conefentrated 
sulphuric acid ; in the former case i kg. SO3 liWbrates 500 
calories, in the latter (i kg. SO.5 with^an excess of sulphuric 
acid 66'’ Be ) only about 300 calories. It would therefore be the 
most natural thing to arrange a number of ves'lels in such 
manner that the absorbing acid is gradually Jess concentrated 
in the direction of the gaseous current, that water or dilute acid 
is run into the last vessel, and that fuming acid or acid of any 
other desired commercial concentration is run.qut from the 
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“stripper” F, formed similarly to the washepj^but containing 
no liquid except such sulphuric acid as may be deposited by 
the gases, which next enter the contact-chamber H and then 



Fig. 494. 


the absorber I of wrought-iron (having a serrated suspended' 
hood of the same metal containing sulpPuiric acid of 66 ° 
which thus becomes fum'ing acid by absorption of SO 3 ). The 
absorbfcr I is ‘immersed in a cooling-vessel. The second 
absorbed- J is of a similar con^st ruction, but is made of cast-iron ; 
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it contains sulol^uric acid of 58° Be., which, when brought up 
to 66° Be. by the SO^ reaching it, is available for recharging 
absorber I. G and K are testing-apparatus. 

The contact-fiirnacc H is separately shown in Fig. 494. I is 
a central tubular contact-chamber, jacketed by the annular 
passage 2 and surrounded by insulating material 4. The sheet- 
iron tube 3, forming the annular passage, is pierced to form a 
series of portholes, 14, 15, and 16, each series being provided with 
two independenJ: semicircular covers, 38, 39, and 40, governing 
separate halves of the series, by which admission of air for 
regulating the heat is controlled, the heat being supplied from 
the gas-burner 18 and the annular burners 17 and 19. The 
mica-covered peep-holes, 22, enable observations to be made of 
the colour attained within, which should be a dull red opposite 
the upper portion of the contact-material. Directions are given 
for regulating the temperature as indicated at to, 14, and 37. 
In the contact-material holder, the rod 24, removable from the 


top on withdrawing the cover 8, has 

strung upon it a scries of perforated r 

iron plates, 23 (Figs. 495 and 496), ™' ■™ 
distanced by sections of piping, 25, 

and the bottom plate is distanced mui jam 23 Fig. 496. 

from the nut 26, on the bottom of the ^ 

rod, by the section of piping 27 ; this j , 

latter section in charging the apparatus 

is dropped down the rod followed by 

a perforated plate, on to which is 

scattered a certain quantity of 10 

per cent, platinised asbestos; one of 

the piping sections is then dropped hj • 

into position and^ a perforated plate, 

and so on ui^til* the apparatus is 

charged. This apparatus is stated • 

to have accomplished an average conversion of 95-9 cent. 

while making sulphuric anhydride af a stated rate, the gases 


used containing 11-5 per cent. SOg. 

The Ger. P. 140S53 and B. P. 10729 of 23rd May 1901 of the 
Badische Anilin- und Sodafabrik prescribes (he use of the oxides 


of iron, copper, or chromium as substrata for platinum J3lack, to 
be produced per example, as ^follows; — 145 parts. of burnt 
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pyrites, entirely free from arsenic (this is es 93 ,ntial), in pieces 
about the size of a pea, screened so as to be free from dust, are 
impregnated with 30 parts of a solution of platinum chloride 
containing 17 g. platinum to the litre. The resulting product can 
be used at once as a catalyser, or may first be heated. Such 
bodies are not molecular mixtures like those obtained by 
means of organic fabrics {cf. Porter’s patent infra^ p. 1431), but 
are formed of granules of metallic oxides covered with a layer of 
platinum. The catalytic action of the platinum is supported or 
increased by that of the oxides, and the product acts at least as 
well as platinised asbestos. These contact-bodies are cheap, 
offer great resistance to heat and chemical action, and require 
no special arrangements for preventing the pressure on the 
contact-material from forming an impermeable mass. 

The annual production of sulphuric anhydride at the Ludwig- 
shafen works of the Badische is stated by Knietsch : — 

In 1888= 18,500 tons. 

1894= 39,000 „ 

„ 1899= 89,600 „ 

,,1900=116,000 „ 

The Badische Anilin- und Sodafabrik declares, in Z. angew. 
Chew., 1905, p. 97, that f^e process employed by the Tente- 
lewsche Chcmischc F'abnk is not, as asserted by Suler in the 
Ti'ansactions of the ^th International Congress for Applied 
Chei\ustry,vo\.\. p. 476, an invention of that firm, but is identical 
with theirs, and has been communicated to the Tentelew works 
by a^person who had obtained cognisance of it in an illegal way. 
An answer to this by the Tentelew Company and a final reply 
by the Badische* appeared in Chem. Ind., 1905, pp. 178 et seq,^ 
and, in Z. anfew. Chew., 1905, pp. 379 et seq. Against 
Winteler, who {ibid., 1906, p. 237) had criticised the originality 
of their Ger. F. 1 13933 (corresponding to" B. Ps. 15947 to 
15950 of 1898), the Badische upheld the originality of this 
patent, ibid.., p. 334. 

The Aktiengesellschdft fur Zinkindustrie vorm. Grille, in* 
Z. angew. Chem., 1906, pp. 712 et seq., contends that Clemens 
Winkler had already recognised the injurious effect of arsenic 
in the contact-process^; that their firm had already in 1886 

^ I iTuIfst doubt ‘this fact, for which the above firm in fact adduces no 
proof whatever, Cf. suprii, pp. 1287 et G. L. 
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mentioned this effect in a letter to the Badische, although they 
did not consider arsenic quite as damaging to the contact-mass 
as silicon-fluoride, HCl or chlorine. The injurious effect of 
arsenic is probably owing to the formation of a thin pellicle on 
the contact-mass, as asserted by Opl.^ They assert that all 
SO;{ factories not directly arranged by the Badische employ the 
filtration of the gases as a sufficient purifying agent, not the 
washing of the cooled gases, or the blowing-in of air or steam. 

The following* communication, made to me directly, by the 
Badische Anilin- und Sodafabrik, is here given in a verbatim 
translation. 

Contribution to Lunge's Text-hook^ Third Edition. 

In a lecture delivered before the German Chemical Society 
(cf. Bcr., 1901, vol. xxxiv. p. 4079), R. Knictsch has already 
made detailed communications as to inventions of the Badische 
Anilin- und Sodafabrik in the field of the manufacture of 
sulphuric acid by the contact-process, an 3 as to the position 
which must be attributed to these inventions in the general 
history of the contact-process. The following additional facts 
are supplied at the desire of the author of this book by way of 
supplement to the publication mentioned. 

We originally procured the fuming sulphuric acid that we 
required for the production of our colouring-matters from J^D. 
Starck in Bohemia, as did also all other colour factories. In 
the year 1875, Winkler published his epoch-making proposaLto 
use the mixture of SOg and O in their combining proportions, 
as obtained by the decomposition of ordinary concentrated 
sulphuric acid at a red-heat and removal of the ?*queous vapour, 
in the manufacture of fuming sulphuric acid according to the 
con taci- process by passing the mixed g^ses over platinised 
contact-substances. We at once adopted this process^ but there 
were such considdVable difficulties in effecting the process qh 
the manufacturing scale that we proceeded to experiment with 

^ Opl {Chem. Znt.., 1905, p. 757) ascribes the “poisonous” action of 
arsenic in contact-processSs exclusively to the formation of a compound of 
As2, O3, and SO3, which decomposes with formation of a glass-like coating on 
the platinum, and thus acts purely mechanically. That compound, to 
which he ascribes the formula : — 3AS2O3, 2SO3, has been actually found 
in dust-chambers. 
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burner-gases. These experiments were begurrin the year i 88 i, 
as we can see from our records, and were carried on uninter- 
ruptedly, although for a time we were licensed to use the 
process of Schroder and Hanisch, which starts from gas 
containing approximately lOO per cent, of sulphur dioxide. 
This process was tried, but subsequently dropped. 

The introduction of the use of burner-gases in the contact- 
process required the solution of a series of further preliminary 
problems, and the very unfavourable results which were at first 
obtained were really such as to leave but little hope of any 
success when using burner-gases, and the idea of replacing the 
lead-chamber process by the contact-process was apparently 
altogether out of the question. At that time it would have 
been regarded as highly satisfactory if it had been ‘ possible 
when using burner-gases to replace the complicated and 
expensive Winkler process for producing fuming sulphuric acid 
by a simpler and cheaper process. The turning point in our 
experimental work \f^as only reached when R. Knietsch in our 
laboratory made the pioneer inventions, which arc described 
in the lecture already referred to (cf. supra, pp. 1327 et seq.). 
These were based upon ^tircly new observations and experi- 
mental results. , 

As stated in the lecture, there are inventions with reference to 
all the stages of the contact-process, especially with reference to 
the preliminary treatment of the gases (absolute purification from 
deleterious ingredients), to the actual contact-process (cooling 
the contact-mass and working without pressure and apparatus 
for* these purposes), and to the absorption. The technical 
success of thes^: inventions entirely surpasses anything that 
wds deemed possible from the state of the art at that time, 
as shown by the literature of the ^subject and by the results 
obtained in practiee. These inventions have resulted in the 
possibility^not merely of producing fuming or ordinary concen- 
trated sulphuric acid far more cheaply than was formerly the 
case, but, further, it is possible to substitute with advantage the 
contact-process for the lead-chamber proces^s in the manu- 
facture of ordinary chamber-acid. 

It is sufficient for us to refer to the report of the lecture 
in Bcrichte for the details of the invention, and in this report 
the literature . of the subject and the views that were taken 
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by technical me^ are summarised.^ By way of supplement 
to the literature there noticed, we will here only mention 
that all that was known of the process carried out at Freiberg 
previous to the lecture of Winkler in Hanover in 1900 (cf. 
Z. angew. Chem,, 1900, p. 731) is the communication of Schnabel 
in his Text-book of General Metallurgy^ 1st ed., nSpo, p. 516. 
The passage runs as follows : — 

“The fumes from the calcining-furnaces, which can be 
used for the manufacture of sulphuric acid, can also be employed 
for the production of sulphuric anhydride. This is effected 
at Freiberg with a small proportion of the roaster-gases. 
These are at first dried by passing them up towers whilst a 
spray of concentrated sulphuric acid descends in the opposite 
direction ; then the gases enter closed heated vessels containing 
the platinised asbestos. Here, in consequence of the catalytic 
action, sulphuric anhydride is formed from the sulphurous acid 
and oxygen. The fumes containing the anhydride then enter 
a tower in which concentrated sulphndc acid drips down and 
absorbs the anhydride, and the anhydride is distilled off from 
the liquid so obtained. The ga.ses leaving the absorption- 
towers still contain sulphurous acid. This is passed into the 
lead-chambers together with the othej burner-gases intended 
■for the manufacture of sulphuric acid. The earlier experiments 
on the conversion of sulphurous acid from the calcining- 
furnaces into sulphuric acid by catalytic action had a negative 
result until Winkler introduced the process described.”- 

By the introduction of our invention into our factory on 
the large scale, we have been in a posit'V-n since the eflrly 
nineties to outdo our competitors in the hofne market, not 
only with fuming, but also with concentrated sulphuric aaid. 

But the attainment,, of the^great object which we deliberately 
• • 

^ It is, however, unfortunately the fact that, eveif in tejit-books published 
since the lecture, nystaken descriptions are given of the fundamental 
principles and the nature of our inventions. fSee, for instance, the latest 
edition of the Text-book of Chemical Technology by Ferdinand P'ischer, 
published in 1903.) 

■“ We take this opportunity of remarking that this passage reappears in 
similar form in the second edition of Schnabel^ Text-book just issued, 1903, 
p. 584. There is the further information that when using this process only 
about half of the sulphurous acid contained in the gases was converted into 
anhydride. After this, the advances secured by our pro'''"ec /ffcrMccA/i 
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aimed at, namely, to improve the new pro:;ess so that even 
for the manufacture of ordinary dilute sulphuric acid it should 
become superior to the lead-chamber process, required still 
further energetic work. 

During this period of the development an event occurred 
which threatened to deprive us of a great part of the fruits of 
the labours which we had been carrying out with such great 
pains for many years, and, to a certain extent, we must admit 
that we have suffered loss. Our first intimation as to the 
matter referred to came from various factories that supply us 
with our apparatus. They informed us that a Dutch factory 
for the manufacture of sulphuric acid had ordered apparatus 
for the manufacture according to the catalytic process, and 
the drawings sent in showed that part of the apparatus 
required was identical with, and partly agreed in essential 
points, the peculiar sulphuric-acid apparatus that existed 
solely in our factory. There could be no doubt that there 
had been a betrayal pf our factory secrets, and we immediately 
suspected a mechanic, Carl Daub, who had been engaged in 
mounting the plant bf a new sulphuric-acid factory, and had 
been dismissed from the works towards the end of 1895. 
This suspicion has pro\^d to be fully correct, for it was found 
that this workman whilst in our factory systematically spied 
out^ our sulphuric-acid process, which was treated as a strict 
secret, as far as he possibly could. He also made copies of 
drawings and the like. Together with his brother Friedrich 
Daub, who was engaged as a chemist in the Dutch factory 
referred to, and who assisted him in formulating the questions 
to be put to the workmen in the sulphuric-acid department, 
he endeavoureci to make capital out of his illegitimate know- 
ledge, and immediately after leaving, us he entered the Dutch 
factory. After this^F riedrich Daub sent ofiers to all important 
sulphuric-acid factories here and abroad, offering “his” process 
for sale, and explaining that it was identical with that carried 
p. 585 (compare a careful purification of the roaster-gases from all admixtures 
which are deleterious in the process and a suitable arrangement of^t^e 
contact-apparatus). It is true that our name 'and our patents are not 
mentioned, and therfe is the further remark that the production of chamber- 
acid by the conti\ct-process is dearer than by the chamber-process, but the 
additional explanations that we give will show this statement is not true 
in the general ^rm in which it is (made. 
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out by us. Lat^» on he advertised quite openly in the trade 
papers. Although the circumstances and, in part, the nature 
of the communication offered could leave little doubt, in the 
minds of all concerned in the matter, that this was a case 
of betrayal of factory secrets, nevertheless several factories 
entered into negotiations and received in the correspondence 
that followed, or in the verbal negotiations, the assurance that 
Carl Daub had been engaged in our factory for several years 
and had a “most thorough” knowledge of our apparatus, and 
that “although the drawings had perhaps not been obtained 
in the most respectable (‘ nobel ’) manner, still it was not to 
be feared that the Badische Anilin- und Sodafabrik could 
take any steps.” In this connection drawings which agreed 
more or less with our arrangements were laid before the would- 
be customers under the condition of secrecy. 

It is hardly within the scope of this communication to 
mention the steps that were taken against the brothers Daub, 
and with reference to the firms who .''ere in negotiation with 
them. We will only mention that amongst other things we 
sent a circular to all interested parties, and in this way, in a 
number of cases, the negotiations that had been begun were 
broken off, whilst, on the other hand, a few firms, amongst 
them the Dutch firm mentioned and other sulphuric-acid 
factories abroad, entered into agreements with the brothers 
Daub and were not ashamed to acknowledge this. * 

Fortunately, the information as to our process whicTi the 
Daubs had obtained by spying was imperfect, and in part 
false, probably especially owing to the dismissal of Daub 
before he had fully ascertained our secrets, aftd owing to the 
fact that his intention to carry on further correspondence with 
our workmen was ^ frustrejed. Still, the practical success ot 
our inventions, ^ Silso, for instance, the ^istence of*contact- 
stoves which work automatically and of our effective purification- 
plant for burner-gases, became known through the treachery 
of Daub. The certainty that there Vas a process of such 
efficiency that [t was possible to replace the chaftiber-process 
was aione sufficient tb excite a large number of persons to the 
endeavour to obtain for themselve*s a share in the new 
achievements. Ideas and plans which had been partly or 
entirely abandoned, as no practjpal success copld hh hoped 
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from them, were immediately reconsidered*^ after it became 
known that such success was really possible, and from that 
time on a flood of patent applications set in in all countries. 
It was therefore obviously desirable in our interest to draft 
immediately an account of our work and publish it in the form 
of patents; but after we had published the fundamental 
inventions in this way, and after the greatest difficulties had 
been overcome, those inventions had the look of being very 
simple and clear, and the phenomenon recurred which has 
been observed in the case of so many epoch-making inventions, 
namely, that others who had worked with less success now 
saw clearly the essentials for success. The causes of failure 
of their own experiments and the reasons for .our successes 
and our process itself now appeared quite a “matter of course,” 
and this the more readily, because it is a fact that many ideas 
of similar nature had from time to time been under considera- 
tion, although indeed, on account of the apparent hopelessness 
of the problem, they^had not been worked out in detail. As a 
consequence, in the oppositions that were raised against the 
grant of our patents; the statement was made again and again 
that the processes described and the observations and experi- 
ments on which they^ere based were not new, and even 
where processes had to be acknowledged as novel, still in 
some cases they were described as “almost obvious and a 
matter of course.” This is absolutely unjustified, as is already 
obvious from the universally acknowledged pre-eminent success 
achieved by our processes, which has been characterised by 
Clelnens Winkler as “ vveltbewegend ” — an expression difficult 
to translate, bifi which implies the creation of a sensation 
throughout the world (see Z. angav, Chau,, 1900, p. 737). 

We will in the first place deal wjth the .perfect purification 
of technical gas-mixiures containing sulphurous acid (especially 
burner-gastes) up to a point defined by us at which an optical 
aivJ chemical test is satisfied (Ger. P. 1 13933; B. P. 15948 
of 1898; Amcr. P. 687770). It appears on the face of these 
patents that before our invention not even, the necessity /or 
the absolute purity of the gases in the defined sense was 
recognised, and further,’ of course, no means were knowft. 
for caVrying 61c purification to such a high degree. The 
necessity for^. such purity, and the means to be adopted for 
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achieving it, could not be known, because it was first necessary 
that the deleterious action of some of the admixed impurities 
should be recognised, and some of these impurities, such as 
small quantities of sulphur or sulphuric-acid mist, owing to 
their nature, and, further, traces of arsenic, on account of its 
volatility at the temperature of the contact-process, could 
not be regarded as in any way dangerous. Ikfore the specific 
poisons for the platinum contact-apparatus, in particular 
arsenic, had been discovered, and the fact that sulphur and 
sulphuric-acid mist served as carriers for these contact-substance 
poisons, and acted in just as deleterious a manner on the 
contact-mass, there was absolutely no reason to consider means 
for fully removing these substances, and these considerations 
had greater force because it was generally believed that when 
working with technical burner-gases from pyrites it was in the 
nature of things impossible to achieve a quantitative conversion 
of the sulphurous acid into SO.j. 

But even after the necessity for ^his absolute purification 
from deleterious ingredients had been recognised, a great step 
was necessary before a serviceable process for this operation 
could be discovered. When, therefore, the ncce.ssity for this 
perfect purification of the gases and means for effecting the 
operation were subsequently declared by third parties to be 
known or almost obvious, it must be borne in mind that prior 
to our invention the purification of burner-gases had in no Ase 
been carried further than the removal of coarse impurities (the 
greater quantity of the flue-dust), whilst the complete removal 
of flue-dust and of the admixtures in the contact-gases which 
at high temperatures exist in the form of vapoups, mist, or gases 
had not been achieved in cases where it had bee*n attempted,at 
all, and in the opinion of the highest authorities on this art ■ 
(Lunge, Winkleg «SchnaCel) was regarded as absolutely 
impossible.^ 

^ Immediately before our application fora patent for this process wjis 
filed, there was one in full accordance with this view (patent 102204 of 17th 
May 1898, of the Aktiengesellschaft fur Zinkindustrie, vc«ra. Grillo in 
Oberharsen, and Dr Max ^chroeder, Diisscldorf). The application referred 
to the production of contact-bodies that could tjp readilytfegenerated, and as 
the reason for the invention the statement is made that -“the burner-gases 
always contain some flue-dust, even after careful purificAion, and •conse- 
quently, in course of time, the contact-bodies become covered with* a layer 
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We have been confronted with the process for the production 
of pure sulphurous acid from burner-gases of the Ger. P. 26181 
(Hiinisch and Schroder); but this has nothing in common with 
our process for purifying the burner-gases, for, quite apart from 
the complicated and expensive method of absorbing the 
sulphurous oxide in water and then expelling it again by 
boiling, this process does not on the one hand in any way 
involve the same fundamental intention as ours — namely, to 
remove from the burner-gases just those substances which are 
deleterious, which, however, at that time were not even known to 
be deleterious. Again, according to this process, which had 
for its end the production of pure sulphurous acid for other 
purposes, concentrated sulphurous acid containing nearly lOO 
per cent. SOg is obtained, and in order to make this applicable 
for the contact-process this has to be mixed with oxygen or air, 
whilst according to our process, apart from the deliberately 
purposed removal of all deleterious impurities, they are not 
changed in their composition, but contain SO.,, 0 , and N in the 
same proportions. 

We will now deal with another constantly recurring objec- 
tion, viz., the fact that it haft already been observed that arsenic 
has a deleterious action on platinum sponge as used in the 
Dobereiner igniting-apparatus. Those who wished to regard 
this as affecting in any way the novelty of our process ignored 
th^' fact that this little apparatus not only deals with quite a 
diffei^nt chemical process from that under consideration, but 
also that in this igniter the platinum has to become heated 
from the temperature of the air to the temperature at which 
hydrogen ignites, whilst the requirements in respect to tempera- 
ture in the cortvact-process in the manufacture of sulphuric acid 
are altogether different. Analogy cannot be relied upon in this 

G u 

of almosf impervious mutter, and this diminishes their effect.” The appli- 
cants for this patent had, however, in no way apprehended the existence of 
tl^e specific poisons for contact-substances, such as arsenic, which were 
discovered by us, and, evefi after our inventions were published, the firm 
named directly contended that arsenic was not injurious to the contact-masB. 
(Cf./. Soc. Chem. Ind,^ 1903, p. 350.) , ' , 

[According to a, new Fr. P. of the Badische, 414387, the purification 
, of the gases is greatly simplified by reducing the SO3 and H2VSO4 they 
contain to SO^, Vhich is performed by passing the gases at a temperaturife 
of about 425“ through pieces of ^as-coke of the size of a man’s fist.—G. L.] 
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field of work ; for^instance, palladium, which belongs to the same 
group of elements as platinum, behaves towards hydrogen in a 
similar manner to it, while it is practically altogether inapplicable 
for the union of SOg and O. 

We can state with satisfaction that Jihe German Imperial 
Patent Office accepted our arguments as to the novelty of our 
process and the observations upon which it is based, and 
granted us the patent for the purification process without any 
limitations, as applied for by us, rejecting the oppositions in 
both instances. 

In view of the fact that the means devised by us for effect- 
ing the purification were new, and based on the discovery of 
new fundamental principles, it is a matter of course that other 
and similar means of achieving the purification should fall 
within the scope of our patents. Our process, for instance, can 
be carried out in such a way that the intimate contact of the 
gases and the washing-liquid is brought about, instead of by 
washing, as we had done, by the essentially, identical process of 
wet filtering. We have already used this process with complete 
success for the process in question (cf. Ber., xxxiv. p. 4081). 

It has also been urged against our cooling-process (Ger. P. 
1 13932; B. Ps. 15497 and 15949 of 189^; Amer. Ps. 652119 of 
1900 ; 688020, 688469 to 688472, 690062 of 1901 ; and 69201 8 of 
1902), in the oppositions that were raised against the grant^in 
Germany, that it was destitute of novelty and almost obviojjs. 

The novelty and originality of the cooling-proccss can be 
seen at once from the state of the art as shown in the literature 
at that time. It appears from the literature that it was knotvn 
that the contact-process could only be effected •at an elevated 
temperature, and that it was consequently necessary to heat the 
apparatus, and, with ^eferenqp to the temperature of the contact- 
substance, the only I)oint to which attention ha^d beciT called 
was economy of fuel. For this purpose endeavours v^re made 
to avoid a special heating of the contact-apparatus by sur- 
rounding it with heated gases whose heat would otherwise have 
been lost. Or, again, the gases entering upon the reliction were 
permitted to enter thi contact-apparatus at a sufficiently high 
temperature to make a further heating unnecessary {cf. second 
edition of this text-book, vol. iii. p. 815). In this* connection it 
must be borne in mind that the apparatus descrjjDed in that 

* 4 4 
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place ^ was intended for working up gases crntaining about 25 
per cent, of SOg, and not for burner-gases, so that the heat of 
reaction developed in this case would have caused a far higher 
rise of temperature than that which occurs when ordinary 
burner-gases containing from 6 to 8 per cent, by volume of SOg 
are used. Even though it is to be regarded as generally known 
that the temperature of the contact-apparatus should not rise 
“ altogether too high,” nevertheless there is no mention anywhere 
in literature of a cooling-operation, far lesstof any deliberate 
and intended cooling of the apparatus. The universal belief was 
that if the percentage of conversion decreased, partly owing to 
the action of the contact-poisons, which were then unknown, or 
partly in consequence of the heat of reaction causing the 
deleterious overheating of the contact-mass, which was also 
unknown, then the reason of it was that the ultimate capacity 
of the contact-mass had been reached, and that therefore, if the 
same percentage conversion was required, the current of gas 
must be made slower. So long as the work was conducted on 
these principles, namely,. that of heating the contact-apparatus, 
or at least preventing cooling as far as possible, it is obvious 
that the quantity of gas th^ could be treated, and consequently 
the efficiency of the apparatus, must be relatively very limited, 
as can now, after the publication of our process, be readily 
understood by everyone skilled in the manufacture. 

The apparatus described in the B. P. 3166 of 1888 (Ellice- 
Clark) also employs the principle above mentioned of heating 
the contact-apparatus, and in this case the heating was effected 
by the waste heat of the pyrites-burners. In this patent, which 
is only mentioned casually in the second edition of this book, 
the inventor, George Lunge, directs that “ the temperature in 
that part of the apparatus where tl^p union of SOg and O takes 
place must be carefully regulated, and not to be too high or too 
low, preferably at or under a dark red-heat.” This corresponds 
simply to that which was known up to that time in this respect 
{cf. Squire’s B. P. 3278 of 1875). The contact-tubes, evert 
though their temperature is to be regulated, are in this casje,‘ 
just as in every previous case, heated by the heat of the pyrites-* 
burners, and not in any way cooled. In this patent also there : 

^ shouldf like to state that up to the present day we know of no, 
factory in whijh^this apparatus bas ever been in practical use. 
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is no suggestion^’vhatever that a special temperature favourable 
for the contact-process shall be brought about by cooling. 

We have shown that our process, based upon the principle 
of cooling, is a completely new one, and opens up a course that 
was previously entirely unknown ; but the great technical 
advance that is secured by the invention of the Ger. P. 1 13932 
(B. Ps. 15947 and 15949 of 1896; Amer. Ps. 652119 of 1900; 
688020, 688469 to 688472, 690062 of 1901 ; and 692018 of 1902) 
results from the-fact that in place of a crude empirical method 
of working based upon a diminution of the efficiency of the 
apparatus, a quite new inventive idea and a method of working 
of the greatest importance are adopted, whereby the work is 
rationally conducted and the well-understood effects are 
deliberately caused. This new method of working is the 
regulated external cooling of the contact- apparatus; by this 
means the heat of reaction, which is the cause of the deleterious 
overheating of the apparatus and consequent dissociation of 
SO3, is removed, with the result that the same quantity of 
contact-substance can now deal with a considerably larger 
quantity of gas, and the efficiency of the apparatus is raised to 
the highest possible degree. There is the further technical 
advantage that the cooling can be effected by the reaction- 
gases themselves, so that these need not be preliminarily heated 
for the subsequent conversion. ^ 

It can be seen from this that in our cooling-process the heat 
of reaction can simultaneously be used ; but it should be 
observed that the method of working in using the heat* of 

reaction, as can be seen from what has been ^'cid without furfher 

♦ 

explanation, differs entirely in principle from that described in 
the Ger. P. 105876 (B. P. 6057 of 1898), in which the h^at 
contained in the reaction^gases which have already left the 
contact-stove is use^, whilst the removal of the^exces^ heat of 
reaction during the reaction, and consequently the increase in 
the efficiency of the apparatus, cannot possibly be effected. • 
By the use of our cooling-process, not only is the achieve- 
ment of a higher degree of conversion of SOg int8 SO3 (96 to 
98 per cent.) secured fhan has hitherto been effected, but also, 
and this is just as important, simultaneously the efficiency of 
the contact-mass is used up to its utmost limit. * * 

But it is not to be thought th%t this effect in any way 
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achieved by maintaining a definite uniform temperature in all 
parts of the contact-apparatus. In none of our patents do we 
prescribe the use of a definite uniform temperature; on the 
contrary, in the examples we quote we only mention the 
temperature of the g^as entering and of that leaving the 
apparatus. In view of the nature of the contact-process and 
the cooling-process, especially when the cooling is effected by a 
counter current, it is impossible to maintain a uniform tempera- 
ture throughout the contact-apparatus. If the advantages of 
our cooling-process with respect to the efficiency of the contact- 
mass are to be fully enjoyed, an exceedingly vigorous reaction 
will take place in the first layers of the contact-mass, in 
consequence of the great burden that is thrown upon them, and 
consequently at these first layers there is a rapid rise of 
temperature. By the external cooling the heat is gradually 
removed as the gases pass on, and so the temperature is again 
brought to the stage at which the most perfect conversion takes 
place (see also the cqrve showing the velocity of the reaction in 
the AVr., 1901, p. 4098). ^Thc temperature in the interior of the 
contact-chamber, as employed in manufacturing on the large 
scale, rises rapidly to a maytnum, which occurs when the gases 
have passed through approximately one-quarter of the contact- 
mass. From this maximum it gradually falls to about 380° or 
450° C., between which temperatures the conversion of from 96 
to 98 per cent, is possible. It is wTong, therefore, to imagine 
that our cooling-process proceeds as a matter of fact at any 
definite temperature or between narrowly limited temperatures, 
and*' the most favourable conditions of temperature must be 
determined for^each single case. Direct observations upon 
apparatus that have been in use for many years past in the 
factory have shown that the temperature is exactly as above 
described in the CQntact-mass, and that •the temperature at 
which the •’gases enter, the maximum temperature, and the 
final temperature may be varied within wfde limits without 
essential alteration of tlie quantitative result. 

1 f,theref6re,the temperature of the various pafts of the contact- ' 
space be so arrang;ed that at first there is adow temperature, later ' 
on a more or less elevated temperature, then again a lower tern-/ 
peratifre or, indeed, if the first phase be nominally dropped so ' 
that at‘ first ^he operation is conducted at a high temperature 
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and then at a J^v'er temperature, these variations are nothing 
more or less than the actual cooling-process patented by us in 
the Ger. P. 1 13932. Ot course, modifications can be made in 
the arrangement of the contact-mass in the tubes ; for instance, 
the contact-mass can be arranged outside horizontal cooling- 
tubes through which the cooling-gases pass. In every such 
case the process of cooling described in our patent is used, and 
must, indeed, be used if the practical quantitative conversion 
of SOo into SO.; and simultaneously the maximum efficiency of 
the contact-mass is actually to be achieved, for there is no other 
means of attaining this result. 

The same is the case when apparatus in the form of pots or 
large vessels arc used, if these are to be so worked as to yield 
what is to-day regarded as a sufficient conversion. Such apparatus, 
even after it is furnished with non-conducting covering, neverthe- 
less gives offbeat, that is to say, some cooling takes place. This 
can at once be seen in such ca.ses 'vhcre the temperature, exactly 
as in our process, rises at first and subs 'quently falls as the gases 
pass through the apparatus; but the cooling in these cases 
cannot be regulated but remains constant, so that such apparatus 
suffers from the disadvantage that only a certain amount of heat 
can be got rid of, so that each apparayis can only work with a 
definite quantity of gas, which mu.st be empirically ascertained 
for the apparatus. As against such apparatus, the special forms 
described in our Ger. P. 1 13932 have the essential advanfage 
that they are, within wide limits, independent of the quantity 
and concentration of the gases. At the same time, our apparatus 
when it has once been regulated for definhe conditions wC)rks 
automatically within certain limits, so thatf the means for 
regulating need only be used again when the quantity or the 
concentration of the gas^ changes considerably. A further 
special characteristic of our process is th»it it works* without 
pressure, and in this way the idea formerly held, namely, that a 
high yield of sulphuric anhydride. could only be obtained by 
employing pressure, has been demonstrated to be false with 
certainty. It is true that, theoretically, the equilibrium of the 
action would be changed favourably for the formation of 50 .^ by 
the application of pressure; but alrea*dy, at a time when the 
various theories of physical chemistry were* but Ifttle devdoped, 
we proved experimentally that undgr the conditions of technical 
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manufacture according to the contact-procois/5 it is possible 
without pressure to arrive at a practically quantitative yield, 
and that therefore the matter of pressure is not only of no great 
value, but is of such slight importance that it can be absolutely 
neglected. Similarly the belief was held, based upon the law of 
action of mass, that a dilution of the gases with air had a 
deleterious influence, and this view was expressed by many. In 
this case also we proved the right way by experiment before the 
development of physical chemistry. 

Our recognition that pressure was of no practical importance 
and that an admixture of the gas with air had no harmful 
influence, was of the greatest economic value for the contact- 
process, for after this it was clearly seen that ordinary dilute 
burner-gases could be employed and means could be devised 
for passing the gases through the contact-mass whilst opposing 
as little resistance as possible, so that the mechanical force 
required for moving the gases could be reduced to a minimum. 

The recognition ^that prc.ssure has no essential influence is 
the basis upon which the apparatus of our Ger. P. 1 19059, and 
the process of our patent 1337 13 is based (B. P. 15950 of 
1898). The subject matt(^'of these patents, as also of those 
referring to our absorption process, are discussed in the 
Ber, at the place already cited. 

We will finally mention the only process in which another 
contact-material, namely, burnt pyrites, is used. The inventors 
of th*is process believed at first that they could by its use 
complete the reaction, but, nevertheless, they .subsequently found 
thav in a contact-stove containing iron oxide only 60 per cent, 
of the gases wa^'converted in one operation, the remainder, after 
being completely freed from the catalytic poisons discovered by 
us, has then to be combined with thf aid of platinum. 

In the lecture reported in the Berichtt^ to which we have 
several times referred, the importance of our process was illus- 
trated by mentioning the quantity of SO.^ produced annually by 
our process {supra, p. 1342); since that time the production ih’ 
our factory ,^ds also in particular the production pf our licencees,is 
essentially greater and now amounts to^about 200,000 tons of 
sulphuric anhydride annually. This quantity is continually 
increasing. • 

(Here en^s the communication to me by the Badische Fabrik.) 
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The followin^is a list. of the various patents of the Badische 
Anilin- und Sodafabrik on the manufacture of sulphuric 
anhydride : — 

I. For cooling the gases; B. Ps. 15947 of 1898; 15949 of 
1898 ; Ger. P. 113932 ; Fr. P. 280647; Amcr. Ps. 6521 19, 688020, 
688469, and following up to 688472, 690062, 692018; Belg. P. 
137751; Austr. P. 1662; Russ. P. 5897; Hung. P. 15503, 
and others. 

II. Purifeatign of the gases; B. P. 15948 of 1898; Ger. 
Ps. 113933 and 159976; Fr. Ps. 280649 and 414387; Amer. P. 
822373 ; Belg. P. 137752 ; Austr. P. 1093 i I^uss. P. 5945 ; Hung. 
P. 25533, and others. 

III. Arrangement of the contact-mass; B. Ps. 15950 of 
1898 ; 6828, 10729 and 12781 of 1901 ; Ger. Ps. 119059, 133713, 
140353, and 148196; Fr. P. 280648; Amcr. Ps. 774083 and 
823472; Belg. P. 137753; Austr. P. 1771; Russ. P. 5842; 
Hung. P. 15475. 

IV. Absorption of SO.^ : B. P. 6829 of 1901 ; Ger. P. 133933 ; 
Fr. P. 309673; Amer. P. 816918; Belg. V. 158923; Austr. P. 
10675 ; Russ. P. 8504; Hung. P. 25574. 

V. Fuming O.V. absolutely free from iron; B. P. 1904 of 
1901 ; Ger. P. 133247. 

II. Processes of the Tent clew Chciuical Company. 

These processes, in their present shape, are the invciftion 
of Dr Georg Eschellmann, technical manager of the Tefltclew 
Chemical Works at St Petersburg, and their chief engineer, 
Harmuth, and have been patented by them in common with 
the firm. 

The following is a complete list of their pafents, as supplied 
to me by the Company in^i9ii : — 

• 

A. Afparatns for making Sulphuric Anhydride' by C^e Contact- 
process. 

Russia, 6691 and 6692 (1902), i 588 o (1906), application 
20th October 1909: Germany, 178762 (1904), 2*7095 (1909); 
Austria, 15751 (190J), 21164 (1905), 43754 (1910); Hungary, 
26477 (1902), 32779 (1904), 49163 ( 109 ); Italy, 139 (vol 153), 
189 (vol. 196), 314 (vol. 86); Switzerland,* 26495, 32699,s49757 ; 
Great Britain, 11969 (1902), 21^952 (1904), 2^419* (1909) ; 
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France, 321275 (1902), 3778 (addition to the above, 1904), 
407914(1909); Belgium, 163469(1902), 179782 (1904), 219865 
(1909); Sweden, 15967, 19742, 29437; Norway, 11372, 13975, 
20029; United States, 792205 (1905), 937148 ; Roumania, 141, 
1582; Spain, 46563 (1910); Japan, application loth December 
1909. ’ 

B. Purification of Pyrites-burner Gases. 

Russia, 8845 (1904), application 17th February 1910 (dust- 
chamber) ; Germany, 194176, 230585, application i8th January 
1910 (dust-chamber); Austria, 32902 (1907); Hungary, 40648 
(1907); Italy, 21 1 (vol. 268) of 1907; Great Britain, 122 1 3 
(1907); France, 379565 (1907); Belgium, 199923 (1907); 
Roumania, 685 (1907). 


C. Absorbing-tower. 

Russia, 15586 (1909); Germany, 211999 (1907); Austria, 
33808 (1908); Hungary, 41504 (1907); Italy, 187 (vol. 261); 
Switzerland, 41769 (1907) ; Great Britain, 22095 (1907) ; France, 
382081 (1907); Roui'iiania, 813 (1907). 


D. Apparatus for Cooling Hot Burner-gases. 
Applications, Septembe^ 1910 in Germany; June 1911 in 
Austria, France, Belgiuril, Switzerland, Sweden, Norway, Great 
Britain, Hungary, Spain, Russia. 

JThe following statements on the Tentelew process have 
been tsupplied to me by the firm : — 

Cost of Plant. — In St Petersburg 160,000 roubles, without 
the jDuildings and contact-mass, and without the apparatus for 
high-pressure ai^ and for cooling purposes. 

I. Cost of the process for one set, producing 300,000 pood^ of 
acid, calculated as 94 per cent. H.^S04,/^r annum. 


Labour pro pood , . ^ 

Kopeks.* 

173 

Carting pyril?ts to the ljurners 

o-i6 

Repairs and sundries . 

200 

Cooling-water . '. 

(?) 

Power (Diesel ^rotor) 


Crude naphtha 

1-07 


Total per pood 94 per cent.ncid 


4.96 without the cost of the pyrites. 


* 100 kopeks -1 silver rouble -8s. 2-OOd. 


‘ A pood = 16-38 kg. = 36- 1 12 lbs. 
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2. Rate of Conversion, — At least 95 per cent., usually 97 to 99 
per cent., of the SOo entering into the apparatus is converted 
into SO 3 . 

3. Contact-mass . — The same contact-mass has been in use in 

two apparatus for nine years, and still produces a conversion of 
97 per cent • 

4 * Sales. — The process has been sold to Nobel Brothers 
at Baku (2 sets), Steaua Romana Company at Gampina 
(Roumania) ; Merrimac Chemical Company (at Boston, 2 sets) ; 
General Chemical Company, New York ; Weiler-ter-Meer at 
Uerdingen (2 sets); Dynamite Nobel at Hamburg (3 sets); 
Dynamite Trust in London ; Kopparbergs A. B., at Falun ; 
Oehlrich & Company at Riga; Uschkoff & Company at Kasan. 
(At the end of 1911, according to C/icm. Zeit.^ 19^2, p. 218, 24 
sets of the Tentelew apparatus for 4000 tons SO.j each were 
at work in Russia, Germany, Roumania, Sweden, America, 
and Japan.) 

5. Quality of Product.— up tc 100 per cent. IIoSO^ and 
fuming acid up to 30 per cent. SO3 are directly produced. 
Higher grades up to 100 per cent. SO 3 can also be made, but 
not directly, as they solidify too easily. ]?y simply turning a 
valve, without extra expense, either ordinary or fuming acid 
can be made. The acids are as clear as water and perfectly 
pure. 

6. Consumption of Pyrites. — Theoretically each pood 
(iCX) per cent.) requires 0-8 pood pyrites (50 per ceftt. S). 
Practically the average consumption is 0-865 pood, equal# to 
0-67 pood 50 per cent. S per pood of 94 per cent. H0SO4. This 
supposes the plant to be properly conducte(^, so as to avoid 
mechanical losses, and the pyrites to be burnt *lown to o*8 4)er 
cent. S. 

Up to 1886 iilFthe suipnuric anhydi4;:le consumed in the 
manufacture of lubricating oils from Russiah cru^e ntphtha had 
to be imported from abroad, at an abnormally high price paid 
to the Bohemian firm of Johann Davfd Starck. In that year 
commenced the endeavours of the Tentelew Coil^any, which 
have led to a vast e?ctension of that purely national Russian 
industry, by gradually lowering the price of sulphur trioxide 
through their systematic progress in that held. • This repquired 
extensive studies and experiments„replacing one |ipparhtus by 
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another as experience was gained, and the Con^oany had to try 
in the course of years many processes on a large scale before 
it finally succeeded in an economical working of the contact- 
process. Many hundreds of thousands of roubles were ex- 
pended for this purpose, but in the end perfect success was 
obtained and acknowledged in 1896 by the grant of the 
Russian Eagle at the Nishni-Novgorod Exhibition. In 
December 1886 the first monohydrate w^as sold at R. 1-65 per 
pood, and the first fuming acid (15 per cent.SO.d at R. 3-25 
per pood. At this day (July 191 1) the price of monohydrate at 
the factory is only R. 072, that of 10 per cent, oleum R. 0-89, 
of 20 per cent, oleum R. 0 91, although in the meantime the 
purchasing-power of the rouble has been greatly lowered. 
Long before the respective patents of their competitors made 
their inventions known to the world, the Tentelew Company in 
1894 employed their process for purifying the burner-gases, in 
1889 the arrangement of the contact-mass in layers and 
perpendicular contact-pipes, in 1891 a multiplicity of contact- 
pipes, etc., etc. In 1901 /the Company resolved to protect their 
processes by patents in most countries ; their applications were 
strongly contested, first in ^rmany, then in England, but the 
opposition was defeated.^ 

During the first years it was merely a question of cheapen- 
ing the manufacture of the fuming O.V., but later on, when 
some of their competitors, in the first line the Badische Soda- 
und ‘Anilinfabrik, had most successfully carried through the 
en 4 ire abolition of the chamber- proc^'ss in favour of the contact- 
process, the Tentelew Company had equally to approach the 
manufacture of 6rdinary sulphuric acid by that process. In this 
endeavour they ultimately succeeded so completely that the 
Badische Company, after having co^nvinced themselves of that 
succe.ss,* agreed wit^i the Tentelew Comparvy to proceed in 
future in common and to exchange their experiences. The 
Tentelew Company has gradually taken down all their chambers 
and now works with five contact-.systems, which occupy very* 
much less space. , 

From the following description the dfiTerences between the ' 
Tentelew and the Badisihe process are clearly visible. 

Ccmcerning the purification of the burner-gases, the German 
Patent t)ffic^ on 5th NovemjDer 1905 decided that the Tentelew 



PROCESS OF THE TENTELEW COMPANY 1361 


process, for whijh a patent had been applied on 23rd May 1901, 
was the result of original inventive action, and on i6th March 
1907 the patent was granted, against the opposition of the 
Badische on the strength of their Ger. P. 1 13933 and B. P. 
15948 of 1898, and of various other previous publications. It 
was specially acknowledged that valuable advantages are 
attained by the successive removal of sulphuric acid and 
chlorine from the burner-gases, especially a small consumption 
of alkali for retaining the chlorine, obtcntion of the sulphuric- 
acid fog in a valuable form, avoidance of an obstruction of the 
washing-apparatus. The following table explains the differences 
ill the purifying operations of both companies : — 


Badische, 

1. Addition of aqueous vapour to 

the hot burner-gases. 

2. Cooling. 

3. No filtration. 

4. Washing with sulphuric acid for 

the purpose of removing the 
sulphuric-acid fog. 

5. No treatment with alkali. 


Tentelew, 

1. No such addition is made. 

2. Cooling. 

3. Dry filtration and separation of 

s dphuric-acid fog. 

4. No sucii operation. 


5. Washing with alkaline liquor. 


The Tentelew purifying process is characterised by dry 
filtration and separation of the fog before washing, and by the 
application of alkali for purifying the gases, thus introduciSg a 
chemical purification, whereas the Badische process of purifying 
by means of sulphuric acid employs mechanical and physical 
means. The great advantage of the Tentelrv/ process is proved 
by the fact that the same contact-mass has-been working in 
their first large contact-apparatus during the last nine yaars, 
and still yields a 97 pey cent, conversion of SOg into SO.^^ 
Their Ger. P. 33 ( 3:)85 describes a new Jcind of watching the 
gas-filters. ' • 

The contact-apparatus of the Tentelew Company is specially 
characterised : (i) By a large empty vessel, placed in front of the 
contact- mass, which acts as a cooler of the gase^y radiation ; 
(2) By a peculiar cotnbination of the contact apparatus with a 
regulator. In the empty vessel No? i the excess of heat of 
reaction of the contact-mass is transferred tb the eflitering 
cooler gases by radiation, not by a counter-cupent,*an exact 
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regulation of the temperature being effected,, by the regulator 
No. 2. By this direct exchange of heat, any injurious over- 
heating of the contact-mass is completely excluded ; practice 
has shown that the above combination suffices for working and 
regulating the apparatus without applying any other heat than 
that produced by the contact-mass itself, and that no injurious 
overheating of that mass takes place. As is well known, most 
of the heat is produced at the place where the gases first come 
into contact with the contact-mass; in the Tentelcw apparatus just 
that place is most strongly cooled by radiation into the pre- 
ceding empty vessel. The lower portions of the contact- 
a[)paratus require no further cooling, and do not get it, as most 
of the SO. is already higher up oxidised to SO.5, and further 
cooling would be even prejudicial for attaining a conversion of 
97 or 98 per cent. This process differs very much from the 
Badische, which cools the pipes of their apparatus from the out- 
side, all along their length, by means of cold SO. gas entering 
principally at the bottom. In the Tentelew apparatus the 
gases enter only in ono' place at the top and go away at the 
bottom. The lower portion of the contact- mass is also working 
very nearly at the optimuiif’of temperature for reacting, which 
is very important in view of the enormous rise of the price of 
platinum. 

A second very important and characteristic part of the 
contact-apparatus is the regulator. This apparatus effects, firstly, 
the regulation of the temperature inside the contact-apparatus ; 
secondly, a first, but only partial, preheating of the cold SO. gases 
befcn-c entering into the top of the contact-apparatus ; thirdly, the 
contemporaneous cooling of the very hot SO.,, gases issuing 
from the apparatus. This first cooling admits of applying quite 
a small air-cooling apparatus for thc^further cooling of the SO.^ 
gases. The regulation of the temperature h effected according 
to the principle of counter-currents, by compelling a portion of 
the hot SO.,, gases, which can be regulated at will, to pass through 
the regulator in counter-current to the cold SO. gases andyieldin^ 
up heat to these. This apparatus has been a complete success, 
and works with astonishing rapidity and rl&gularity. 

Tlie principle of coun^:cr-currents was first introduced in the 
contact-process‘by the Farbwerke H6chst,in their Ger. P. 105876 
of 6th Januaiy 1898, and 109483 of 17th May 1898. They apply 
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it for transferrins, the excess of heat of the SO.^ gases upon the 
entering cold SOg gases in order to produce the temperature 
requisite for the reaction^ in case of need with introduction of 
superheated aqueous vapour to the'SO.^ gases passing out. The 
Badische also applies counter-currents for heating up the 
entering SO^ gases by the SO.j gases flowing in the opposite direc- 
tion in the contact-apparatus ; this takes place not outside, but 
inside the contact-apparatus, and not merely for heating-up the 
SOo gas, but prinycipally for cooling the contact-mass in a way 
easy to regulate, and in specially constructed apparatus, with 
special arrangements for regulating the temperature, both inside 
and outside the contact-apparatus. The Tentelcw Company 
effects the three functions of regulating the temperature of the 
contact-apparatus, partial heating-up of the SO^ gases and 
cooling of the hot SO., gases in a specially constructed 
regulator. 

The Tentelew Company claims to convert the greatest 
possible quantity of SO^ into SO.^by the least possible quantity 
of platinum, with a minimum of attendance, without any 
expenditure of fuel, in case of proper attendance upon the 
purifying-apparatus also without any disturbance, with a perfectly 
regular conversion of the SO^„ and without any change of the 
contact-mass. Their apparatus lasts Tor an indefinite period. 
All parts of it have been in uninterrupted work for nine years 
past; only the cooler for the burner-gas has been replaced* by 
a new apparatus, for which patents have been applied* and 
which finally solves the difficult problem of suddenly coolwig 
red-hot burner-gas, chargeef with flue-dust and sulphuric-acid 
vapours, down to below ioo“, without interruptkig the work and 
with easy removal of the mud and the condensed sulphuric acid, 
with the certainty of lasting; for many years. 

The absorption o^’ the SOy, formed in tlje contact-ajeparatus, 
and cooled first by the regulator and then by a small* air-cooler, 
is performed in a patented absorbing-tower, the efficiency .of 
which has been proved by many years’ Tunction. It completely 
retains the SOy and produces at will fuming acid f^p to 30 per 
cent. SOy, or monolfydratc, or acid of 66"' Be., all of them 
perfectly clear. The work is very simple ; the SO.j gases enter 
at the bottom, in counter-current against the %bsorbiiT^-acid 
flowing in at the top. The tovvef is of no great^heigflt, takes 
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very little space, and is much cheaper thgn the absorbing- 
apparatus hitherto employed. 

The following abstracts from the various- patents of the 
Tentelew Company give a* clear idea of the apparatus and 
process, as far as they go. Beyond this perfect secrecy is kept, 
especially with regard' to the preparation of the contact-mass, 
which is of great importance, and has made it specially possible 
to work with much less motive power than before for propelling 
the gases, by lessening the frictional resistance of the mass 
within the contact-apparatus. 

In conclusion, it is stated in the communication made to me 
that the most energetic initiative for taking up the contact- 
process in 1886 is due to the then general manager, Dr W. von 
Schneider, most efficiently seconded by Dr Georg Wischin up 
to 1898, when he was succeeded by Dr G. Eschellmann, who 
brought the processes to their present state, with the assistance 
of chief-engineer Harmuth, by ten years’ self-sacrificing 
devotion. 

Patents of the Tentelew Chemical Company, 

. 1. For Purifying the Jfyritcs-bimier Gases from Chlorine, 

(Ger. P. 194176; B. P. 122 13 of 1907, etc.) 

To begin with, the log of sulphuric hydrate is thoroughly 
removed by filtering the gases through coke, and then the gas 
is ^ 'ashed with an aqueous solution of hydrates of alkalies or 
alkaline earths. This is far preferable to the process described 
in B. P. 15948 of 1898, according to which the gases are treated 
whije hot with steam, cooled down and washed with water, to 
which sodium bisulphite or similar chemicals have been added, 
for the present invention confines the action of the alkali 
entirely to absorbing the chlorine. For this purpose the gases 
are first passed through a dust-chamber, pLovjded with shelves, 
in which tjie coarser particles of the dust are retained and the 
sulphur is completely burned. They now 'pass into a space 
cooled by water, where* more dust is retained in the shape bf 
soft mud, ai^ much of the sulphuric-acid fog is condensed ,t6 
acid of about 52° Be., which runs away continuously. In orde^ 
to remove the finest dust and the last portions of the sulphuric- 
acid fqg, the g^s now passes from the bottom upwards through 
a largt^ coke-filter, built ujj of particles of coke, diminishing 
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from the bottom upwards, finally to about lo mm. diameter. 
In this “ coarse tilter ” most of the acid is condensed to acid of 
40"* Be., and it retains both mud and dust carried over. This 
filter can be easily cleaned from dust^ etc., by means of water 
forced upwards in brick channels, on hich the coke is resting. 
Two such “ coarse filters ” are provided, one of which is at work 
while the other one is being cleaned out. The gas now enters 
the “ fine filters,” of which there are also two provided, one of 
which only is at .work. These are charged with coke down to 
a grain of only i mm. Here the finest dust and fog is retained. 
The gas enters from the top, so that the dust deposits there ; 
this is essential, the cleaning being effected by taking out the 
top layer of coke, as far as it is soaked with dust, and replacing 
it by fresh coke, whereupon the filter is at once ready for use 
again. This is necessary only once per annum, and such filters 
can go on working for years without -refilling, whilst they would 
be quickly useless if the mud were removed by washing. 
Just on this account it is most essential that the gases should 
enter into this “ fine-filter” from the top. The gases are now 
passed through a series of washers, filled with an aqueous 
solution of an alkali or a milk of an alkaline earth hydrate, 
preferably milk of lime. Here the corresponding bisulphites are 
formed which enter into reaction with the chlorine containsd in 
the gas. Any traces of sulphuric acid still present are retained 
in the shape of calcium sulphate. The gas comes out absoliftely 
free from chlorine ; it is dried and then passed into the co'ntact- 
apparatus. • 

Eschellmann and the Tentelewsche Chemische Fabrik (B. P. 
1 22 1 3 of 1907; Amer. P. 900500) pass the •gases through a 
dust-chamber, then to a cooling apparatus, where the condensing 
liquid i? run off, then upwards through a filter, consisting of coke 
grains decreasing ^ 1 size from bottom J;o top, and at last 
through a fine grained coke filter in a downward direction ; 
they are then washed with weak lime water and dried in the 
usual manner. 6/ also B. Ps. 15948 of 1898 and 3327 of 1901. 

The Tentelew Chemical Company (Ger. P. 23^85) improve 
their filter by .a special arrangement for washing out the 
impurities. • 

Eschellmann and Harmuth (Amer. Ps. *937 147 and 937148) 
purify the gases used in making SQ^ by the contact-process from 
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lubricating-oil, t^ken up from the gas-pumps, by filtration 
through coke. * 

2. For Cooling the Hot Burner-gases, (Patent applications 
made in Germany in September 1910 and in other countries in 
June 1911.) 

This cooling is a difficult task, fhe direct cooling by 
flushing with sulphuric acid has had to be abandoned, on 
account of the expense of pumping and the quick contamination 
of the acid. The indirect cooling of the gases, which are at 
about 500“, by means of leaden tubular coolers is awkward on 
account of the rapid destruction of the tubes by hot sulphuric 
acid and crusts of flue-dust, and the difficulty of cleaning them. 
These drawbacks are avoided by applying hollow plates, 
through which the cooling-agent is flowing, as shown in Figs. 
497 and 498. 

Fig. 497 on the left side gives a perpendicular section 
through C— D of Fig. 49B, and on the right side through D— E 
of Fig. 498. P'ig. 498 is a horizontal section through A — B of 
Fig. 497. 

The apparatus consists of a cylindrical cooling-chamber a, 
a preliminary chamber b into which the gases enter at the top 
through the pipe provided with a cover c, and a collecting- 
chamber /, open at the bottom, with an outlet c for the cooled 
gases and dipping into a trough where the collecting acid 
furnishes a hydraulic seal for the cooler. This chambeif is 
built up of a number of rings h, the flanges of which are soldered 
together, each of which rings contains several (in our drawiwg 
three) hollow plates f, /. These plates do 1 quite reach to 
the top of the ring, and they are kept in th#ir places by the 
stays, k, k. Chambers a and b are surrounded by an ouier 
mantle /, which at the bott;j>m is provided with a conduit in for 
cooling-water, and i' the top with an outjet n for tke same. 
The cooling-plates f, i communicate with I a*t the top and 
bottom by rows of slits, 0, 0, The top side of the cooling-plates 
is inclined from inside to outside. * 

The preliminary chamber b and the collectiffg-chamber / 
are also built up of rirfgs, h \ on chamber b a number of branch- 
pipes p,p are arranged as inlets for tlte water. The mantle I 
is made of wrought-iron, all the other part’s of pure cast-lead, 
and the whole rests upon a cast-iroi| ring q. The cooling-plates 
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are stiffened by numerous cross stays r and the rings h by 
ribs s. 

The hot gases are passed into fill the chamber and are 
divided in this on the interstices between the cooling-plates /, 
along which they flow below into the collecting-chamber /, 
and issue through e, Yhe cooling-water enters at the bottom 
through pipe in into the mantle /, rises in this and through the 
cooling-plates i and flows out at n. Any bubbles of air given 
off from the water pass under the outwardly rising top plates 
into the mantle. The condensed sulphuric-acid drops fall into 
the trough g, and freely run away here. 

For rinsing the cooler, water is let in by the top necks /, 
and gets out with the mud washed away from the cooling-plates, 
into trough g. 

The gases, entering at a temperature of 500“, are cooled 
down to ordinary temperature by a single passage through the 
apparatus. By this rapid cooling the sulphuric acid present is 
very completely removed. No mud adheres to the cooling- 
plates, which are washed once in from four to six weeks ; there 
is no danger of stopping up. The cooler is easily accessible 
for repairs by taking awcyr'the cover c through d. 

3. Contact-apparatus. ^\\\ their B. P. 11969 of 1902, the 
Tentelew Company described a tubular contact-apparatus, 
protected against overheating by arranging a preliminary 
equalising empty space into which the gases, after being duly 
preheated according to the indications of a thermometer placed 
ii> the zone of the strongest reaction, are passed from above, and 
into which the upper ends of the tubes radiate a considerable 
portion of the h«.at, developed in the tube.s. After recognising 
that the strongest reaction and the greatest development of 
heat takes place in the upper portiop of the contact-tubes, and 
but littlfi conversion^ and consequent developipent of heat takes 
place in ^he lower portion, the Company, according to their 
B* P. 20952 of 1904; Ger. P. 178762, etc., etc., made the following 
arrangements. The principal portion of the contact-mass ‘ is 
placed on a* sieve-plate, forming the bottom qf the equalising 
space, in a uniform layer, and the remainAer of the contact-mass 
in a space below this, ndt connected with the equalising-space,. 
and carefully protected against loss of heat. Since the uppet 
portion of ti;ie contact-mas\., which comes into contact with the 
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fresh gases, presejnts a great surface, it can radiate a great deal 
of heat into the empty space and is thus prevented from getting 
overheated. Since, moreover, the fresh gases are preheated 
by the anhydride vapours outside the apparatus only so far 
that, on passing through the equalising-space, their temperature 
does not exceed 450'’ (as shown by a thermometer placed at 
the surface of the contact-mass), that is, the best temperature 
for the conversion of SO2 into SO3, the principal portion of the 
SO2, say 90 to 95 per cent., is thus converted in the upper layer 
of contact-mass, and the remainder, up to 97 or 99 per cent., 
easily and quickly in the lower reaction space, where con- 
sequently but little heat is developed, so that this space 
must be carefully protected against cooling by means of 
a heat-retaining covering. The spreading of much of the 
contact-mass on a large surface also leads to a saving of about 
half of the power, required for propelling the gases, in 
comparison with the older tub^" apparatus; moreover, the 
apparatus is cheaper and the sieve-plaie can be made of cast- 
iron. The apparatus is easily heated up, and then works 
without any expenditure of fuel. 

A further improvement was effected by an arrangement 
protected by B. P. 23419 of 1909; Ger. P. 227095; Amer. P. 
937148 of Eschellman, Harmuth, and the Tentelew Chemical 
Company. Here the sieve, bearing the principal layer of the 
contact-mass, is so constructed as to be easily taken out in 
pieces, each of them provided with a vertical pipe projecting 
above the contact-mass, for the purpose of separate cleaning-out, 
and the equalising-space is surrounded b}- a permanent* hot 
layer of gas. 

This arrangement is shown in Fig. 499, ^ving a perpen- 
dicular section, and Fig. 5^0 a horizontal section through the 
right-side half on rf. j line q — q of Fig. ^9. The cylindrical 
chamber A, forming the “ equalising-space,” has*a cower E with 
gas-inlet H. The smaller lower chamber C is connected with it 
by the conical space B; a thorough mixture of the gases is 
effected by the olate P, with central opening 0. •Similarly the 
sieve-plate J, compdSed of several pieces ^to be taken out 
separately for cleaning), serves for mixihg and equally spreading 
the gases entering through H, Below this sieve-^late thore is a 
conical piece K, tightly joined to tl|e side of A, ^d cfosed at 
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the bottom by a flange //, on which rests the yieve L, which is 
moreover supported from .below by the rings and the 

pillars j. On the sieve L is placed another sieve, composed of 
a number of perforated square plates w, ///, each of them sur- 
mounted by the pyramides M, which are open at top and 
bottom. The principal portion of the contact-mass, c.g. 
platinised asbestos, is spread on the plates w, w, in a layer 
reaching nearly to the top of the cones M, M. If the apparatus 



is to be stopped for replacing the contact-mass entirely or 
partially, the top pl^te E is removed, then t^ne^sicvc-plate J, and 
now only*one'of the plates in, M can be taken out without 
disturbing the other plates. The cones Mj M are of special 
value for the regulation *of the temperature ; they abstract heat 
from the contact-mass Q, and convey it by radiation to the 
gases above. The gases, on leaving tbo mass Q, also yield 
much of their heat to^the plate L, which conducts it away 
through the co-nes M. Plate L is also best made in pieces ta 
be takeVi out separately. % providing a conical empty space 
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round the cylinckical chamber A, which at the bottom is in 
connection with the mixing-chamber B, a stagnating layer of 
gas round K is created which greatly assists in protecting A 
against loss of heat by radiation, apart from the heat-insulating 
layer round that chamber, not shown in the drawing. 
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The contact-mass is contained in the tub^s K ; H is the 
equalising space above them ; S the sieve-plate on which rests 
the principal portion of the contact mass; L the thermometer; 
0 the upper inlet of the gases ; U the pipe leading to the super- 
heater, to be used only on starting the apparatus; C the 
connecting-pipe with the regulator; R the regulator, V the 
regulating-valve. The plain arrows show the course taken by 
the SO2 gases from the pyrites-burners ; the feathered arrows 
the course of the gases after the conversion in^o SO.^ has been 
effected. 

5. The absorbing-tower (B. P. 22095 of 1907; Ger. Ps. 
21 1999, etc.) is shown in Fig. 501 in vertical section and in 
Fig. 502, half as seen from the top and half in horizontal section. 
Three (or more) chambers, or^ are superposed over one 
another. Each of them contains a specially shaped gas- 
entrance pipe b, surmounted by a dish c, which is tightly con- 
nected with the sides of the chambers, and provided with a 
perforated margin, d. The gases are thus compelled to spread 
equally over the ho'fizpntal section of the tower. Fig. 502 
shows that the series of holes are arranged in alternate places, 
which causes a very intim^ contact between the gas and the 
liquid, as the gas bubbles are thereby prevented from flowing 
together. This produces a very perfect absorption, and allows 
of correspondingly decreasing the height of the liquid and the 
resiUance offered by it. Any carrying-away of liquid is also 
preve^nted by the way in which the holes of the zone d are 
artanged, so that the gas-bubbles are easily detached and any 
strong movement of the liquid is avoided. In order to promote 
the absorption, the space near that perforated zone is efficiently 
cooled, by surr6unding the chamber with a cooling-mantle, 
and arranging the perforated zonc^in such an angle to the 
chambernsides that t;he liquid is thrown a^gajnst these cooled 
sides in the direction of the arrows. In the top-chamber the 
pipe h projects higher up from the liquid tiian in the lower 
chambers, so as to facilitate the absorption of the last portions 
of the gas. The finer the holes in the zones by fhe better is the 
division of the gases, and the quicker the a'osorption. The clear ' 
space of the hole.s is beit made in summa equal to the exit 
opening of the«pipes'^. The sulphuric acid, serving for absorb- 
ing the ‘gas, js either introcSuced near the top at / and flows 
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through all the chambers by means of the cpnnecting-pipes^, 
ultimately running-out at h, or each chamber is provided with 
a separate inlet and outlet for the acid. The last-mentioned 
arrangement allows of preparing acids of various percentages ; 
in the first arrangement the percentage of the acid running 
away through h is regulated by the acid introduced at /. Care 
is taken to prevent the joints at 2, where the chambers are 
connected, from any contact with acid. 


in. Process of the Farhwerke^ vormals Meistei\ Lucius^ & 
Brhning, at Hdehst. 

This process has been worked out by Dr C. Krauss and is 
described below by himself. Patents : B. P. 6057 of nth March 
1898; 14728 of 4th July 1898; 285 of 5th January 1899; 
1385 of 2ist January 1901; 2368 of 4th February 1901; 
3161 of 7th February 1902; 4026 of 17th February 1902; 
Amer. P. (Krauss and von Berneck) 702512 of 20th May 1902; 
Ger. Ps. 135887, 139^54, i£9728. 

The following communication has been made to me by the 
above firm. It is penned Dr C. Krauss, the real inventor 
of the processes in question, and Dr Rudolph Muller von 
Berneck : — * 

The Hochst Farbwerke, one of the first firms which have 
marfe sulphuric anhydride on a large scale by the contact- 
procc(iS, at first employed the process of Winkler, by decompos- 
ing concentrated sulphuric acid at a high temperature into SOg, 
Og, and HgO, removing the latter and passing the SOg-f Og over 
platinum asbestos. Attempts were made many years ago to 
convert purified pyrites-kiln gases into SO 3 , but not with 
technically satisfactory success. Therefore extended experi- 
ments wqre made, both on a large scale an^ in the laboratory, 
with pure JiquM sulphur dioxide and dry air, afterwards with 
gages produced by burning sulphur in air, which led to the 
result that a satisfactofy yield of SO 3 from SOg was easily 
attained by ^keeping the reaction within definite limits of. 
temperature. George Lunge has the rf>erit of having first 
made this obser>^ation, «^and having first publicly expressed 
it.- In. his B. cP. 3166 of 1888, taken for him by Ellice- 
Clarkj hfe says, verbatim; — ^The temperature in that part of 
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the apparatus wjjiere the combination of SOo and O2 takes 
place must be carefully regulated, and must be neither too high 
nor too low (preferably at or below a dull red-heat).” ^ 

On the strength of their observations and trials, and on the 
strength of the fundamental discovery of Lunge, the Farbwerke 
erected a plant for making SO3 from pyrites- kiln gases for a 
daily consumption of 15 tons pyrites. The gases were first 
freed from all impurities by washing with .steam, water, and a 
solution of bisulphate (for the removal of fluorine and chlorine 
compounds), and drying by sulphuric monohydrate in specially 
constructed apparatus. They were then passed into the 
contact-furnace, Fig. 504. Here they were heated in the pipes 
HH, and subjected to catalysis in the two contact-retorts Q 
and Co. Retort was placed within the furnace above the 
fire-grate F, retort Co outside the furnace. • The gaseous current 
and the fire were regulated in such manner that the gases 
issuing from retort Co at A showed a temperature of 400"" to 
450° C. The gases were then cooled, and the SO3 absorbed by 
concentrated sulphuric acid in cast-iron absorbers placed 
terrace-wise, so that ordinary acid was run in at the top, and 
fuming acid run off at the bottom. The gases were compelled 
to bubble through the acid in each absorber; these were 
cooled from the outside by flowing water. 

This plant worked sati.sfactorily for many years ; but soon 
the idea arose of gaining the considerable amount of fteat 
required for heating the ga.ses from one of the sources of heat 
offered by the process itself. As the most convenient of these 
was chosen the heat stored up in the gase.*- issuing after* the 
reaction from the contact-retorts. 

The result of this work was the Ger. P. 105 S76 and B* P. 
6o57of 1898, in which is jlaimed “the method of raising the 
gases to the temperature required for the jeaction, by#transfer- 
ring to them heat from the produced sulphur friojiide. The 
transference is efiected by a simple counter-current apparatui. 

The working out of this process on the large scale com- 
menced with great difficulties. Chiefly in conset^uence of the 
large dimensions o. tffe apparatus, it was not easy to keep the 

^ I do not myself claim priority in this respect. Long before the above 
patent it had been pointed out that the temperafure ofnhe cont?*ct-oven 
must be regulated as above ; cf. also suprj^ p. 1352.— G. L. 
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temperature within the limits most favourably for the produc- 
tion ofSOg. This was remedied by Gcr. P. 1^9505 (B. P. 285 
of 1899). Here the temperature of the contact-space is 



Fig. 504. 

regulated by ft'iixing the reaction-gases overheated therein with 
cold SO2 gases, and thereby lowering th^* temperature for the 
time being. '' 

In t connection with the above work, investigations were 
made respecting the influeiA^e of the compression of roasting- 
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gases on the formation of SO.j. Schroder and Hanisch (Ger. P. 
42215) had proposed to work at a pressure of 2 or 3 atm. 
above the ordinary pressure. Our investigations showed, as is 
distinctly stated in the first of the above-mentioned patents, 
that “the reaction goes on at any pressure, but best quanti- 
tatively at a plus-pressure.” But they fuhher showed that the 
advantage produced by artificial high pressure in slightly 
altering the chemical equilibrium in favour of the formation of 
SOg is not at all equivalent to the increased consumption of 
steam required for that high pressure. Our efforts were there- 
fore from the first directed towards reducing the inner 
resistance of the apparatus, in order to reduce the expenses 
for steam. 

Pressure certainly plays an important part in the reaction, 
as is proved by theoretical reasoning instituted by Professor 
Bredig, with the result that under certain circumstances pres- 
sure exercises a considerable effect on the equilibrium 
(2S02+0.)-l-,f:|l2S03; but with the pressures possible in 
technical operations that influence is very slight, and the 
advantage gained thereby does not correspond to the increased 
expense for motive power. 

A knowledge of the equilibrium-constants was very valuable, 
by presenting a security for attaining flie equilibrium as soon 
as the constant calculated from the analytical data shows the 
proper value for the temperature in question. If the constcPuts 
are known for one or several temperatures, the value of H can 
be calculated for any other temperature by means of the 
reaction-heat. • 

The constants were determined as follows p— Tubes of Jena 
high-pressure glass holding 20 c.c. were drawn into capillarjes 
at both ends, and charg^ with about 5 g- SOg. One of 
the capillaries wa§ ^aled, and the air puipped out ag well as 
possible. This is more easily performed if the*SO^is heated 
to boiling, its heavy vapours driving out the air. When about 
nine-tenths of the SO3 had been evaporated, the second capillary 
was sealed as weH. The tubes, which contained %bout i m. of 
platinum wire as a catatyser, were heated during three or four days 
in a thermostat to the required temperature. Without platinum 
wire the reaction was so slow that the equilibrium wa^* not 
reached even after heating for week/. 
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The temperatures ranged between 465 r and 515" C. At 
lower temperatures the velocity of reaction was too small, at 
higher temperatures the glass became soft and the tubes were 
blown out. After the equilibrium was attained, the contents 
of the tubes were analysed, and the constants calculated there- 
from. This requires knowing the concentrations of SO.j, SOg, 
and O ; bub as it is very difficult to estimate all three, only 
SO.5 and SO.2 were estimated ; the concentration of SO., must 
be proportional to that of 0.,. The formula ' 

(C.s(),)“ + C.0. 
must then be changed into 

- K 

(c.scLy^ 

This formula was applied to the calculation of the constants. 
The single values thus found did not agree very well, because 
the dust absorbed some oxygen, and the glass tubes are to 
some extent acted upon ,v in a few cases even the platinum wire 
showed some action by a bluish-black colour, which vani.shed 
when igniting the wire i;jr*the air, and therefore probably 
consisted of a platinum oxide. 

The following average values for K were obtained from 
fourteen (respectively twelve) experiments : — 

At 51 6 C. At4fi5''C. 

18,590,000 83,618,000 

The volume of the tubes was expressed in litres. 

•To check these values, other similar tubes were charged 
with a mixture iof 2SO2 + O.,, and heated till the equilibrium 
was attained. The results agreed with those previously found 
in the order of magnitudes. ^ 

If WT insert tlvese equilibriiim-const^ntg in the formula 
expressing thb proportion of reaction-heats to equilibrium- 
constants (Nernst, 77 icor. Chem. p. 599), wc find the reaction-heat 
0, if is the equilibriifm-constant at the same at Tg : 

^ -^.584 (log K - log K,) T/r, . 

io Fj 

• « 

Q _ 83,618,000 -log 18,59 0,000 ) 787.7 37 

• ~ ‘ 50 

34,670 calories J 
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hence (SO^, 0 )= 1*7-3 calories, whereas Thomson gives 20 5 and 
Berthelot 22-6 cSlories (Ostwald, Lehrh ^ ii. i, pp. 123, 124). 

After, in the above-described way, the very considerable 
expense for the direct heating of the gases in the contact- 
process had been eliminated, and the cost of motive-power for 
high pressure had been reduced, effortsVere made for saving 
as much as possible of the power for propelling the immense 
volume of gases through the apparatus. Chimney-draught 
appeared insufficient, on account of the considerable inner 
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resistance, especially in the apparatus for purifying the gases 
and absorbing the Hence steam h^d to be retained as 

the source of motive-power, and attempts were mtidejto cheapen 
its production by utilising the combustion-heat of pyrites. 
This was done in the way shown in Fig. 505. The gases leave 
the pyrites-kiln O with a temperature of 600'’ or 700” C,, and 
enter a chamber’ divided by a partition into two parts, A and B. 
In A they play round iron pipes C,* provided with movable 
scrapers j, and yield up part of their heat to tke water. circu- 
lating therein, thereby producing* some steam.^ Thfey now 
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pass through d into the second chamber 1}, and again play 
round pipes E, provided with scrapers and connected with pipes 
C C. In E the gases yield up their remaining heat. The 
water travels in the opposite direction to the gases, entering at 
/and leaving the pipes at K in a heated state. The steam thus 
generated issues at /.passes into the heat-regulator M,and from 
there with as uniform a temperature as possible into the “cold- 
steam engine “ N, from which the condensing water flows back 
to G. These experiments are not yet brought to a satisfactory 
issue. 

In connection with these technical experiments, exhaustive 
laboratory researches were made on the catalytic process, which 
are still partially in progress. 

Since in the reaction 2SO2+O2III2SO- the concentration of 
two substances is changed, that reaction, according to our 
present views, ought to be of the second or third order. But 
since in technical kiln-gas, containing 6 or 7 vol. per cent. 
SO.,, there is a very considerable excess of oxygen, practically 
only the concentration ^f SO., will alter to a considerable 
extent, and the process will go on approximately as a reaction 
of the first order, /.r., the ojOantity transformed in the unit of 
time will be directly proportionate to the concentration 
of SO,. 

If we denote by i the time required for transforming the 
firsV 10 per cent. SO., of that present in the kiln-gases into 
SO.^, Muring the time 2, from the residual gases, now containing 
only 90 per cent, of the original SO,, not 10 per cent., but only 
9 per cent, will be transformed. In order to catalyse the 
whole of the 10 per cent, we must employ 10/9 units of tinie, 
and so forth, so*t:h ' we obtain the following series : — 


Per cent. SOo. 

Unit^of time = 

^Uuits ( 

TOO 

to 00 

lo/io - 

I * 

96 

„ 80 

10/9 - 

VII 

80 

» 70 

10/8 - 

1-25 

70 

„ 60 

• 10/7 -- 

1*43 

60 

n* SO 

10/6 - 

1.67 

50 

» 40 

10/5 

2 -00 

40 

„ 30- 

10/4 = 

2-50 

30 

„ 20 

10/3 = 

3 - 33 - 

20 

„ ho 

10/2 = 

5 

10 


lO/l ^ 

10 
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When working with a continuous stream of gases, “ time ” 
means the time*of contact with the catalyser, and “unit of 
time” the unit of catalysis i required for transforming the first 
10 per cent. SO.^. We then see that the first 8o per cent. SOg 
is transformed into S0.{ in about the same time or by the 
same quantity of catalyser as is required*for the transformation 
of the last 20 per cent. SO.,, assuming the temperatures to be 
equal. 

In every chemical reaction, whether endothermic or 
exothermic, the velocity of reaction and the finally attained 
equilibrium depend on the temperature, or in other words, 
under otherwise equal conditions, there belongs to each 
temperature a certain velocity of reaction and a certain 
equilibrium. We know that the velocity of reaction increases 
with the temperature, and thermodynamics teaches us that 
the equilibrium with the rise of temperature changes in that 
sense that those products increase which are formed with 
absorption of heat. Formerly nothing was found in literature 
concerning the temperature within the contact-space except 
the uncertain expression of “ a red heat.” The above- 
mentioned British patent of Lunge’s for the first time contains 
the demand that the temperature within the contact-space 
must be carefully regulated. This idea was taken up by the 
Hochst Farbwerke in their B. F. 2tS5 of 1899. But the aim of 
thorough rational work was not yet reached in that way, t^iz., 
to combine the largest possible velocity of reaction (the 
smallest possible amount of contact-substance) with the largist 
possible yield of SO.^. This was not easily attained in •the 
manner previously followed. We may certainly increase 
at will the velocity of reaction by raising tHe temperature, 
but at the same time w^ change the equilibrium between 
SO,, O,. and SO,. 'This is distinctly prcived by exj^erimeiit. 
At 408" the reaction was almost quantitative, at *500 only 
90 per cent., at 530" only 80 per cent, of the SOg is traws; 
formed into SO.5. 

A further resplt of the research was the surpflsing increase 
of the velocity of Reaction with the rise ^ of temperature. 
With finely divided platinum as a catalyser, it is sixty or eighty 
times as great at 500° as at increases €till further at 

higher temperatures. We find thfet the same fontact-mass 
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which at 400'' transforms 100 parts SOg ii3to SO.j, at 520° 
transforms 80x80 = 6400 parts SO^ into S63, and the pro- 
portion is still better at higher temperatures. 

From these experimental results we conclude that really 
great velocities of reaction, e%^en when employing excellent catalysers 
like finely ‘divided plalivum, occur only at such temperatures at 
IV hie h the percentage yield of SO. ^ begins to be inferior, and that a 
combination of both advantages is not possible so long as the whole 
contact-space is kept at a uniform temperature such as had hitherto 
been aimed at. 

Ilcncc experiments were made for conducting the catalytic 
process within the contact-space at varying temperatures, viz. 
keeping the temperature in the first zone of reaction high 
enough for oxidising most of the SOo into SO3, and afterwards 
cooling down the gases to about 400", at which temperature 
they pass through the second contact-zone, where the remainder 
of the SOo is oxidised. This is embodied in the B. P. 1385 
of 1901. 

I'cchnically we can achieve that object, first, by placing 
before the present contact-chamber another smaller one, into 
which the reacting gases cilfer at a higher temperature, say 
530', and where 75 to 80 per cent, of the SO^ is changed into SO3. 
The gases are then cooled down to 400'', cither from the outside 
by means of a tubular system or by mixing them with cold 
gasbs, which do not disturb the process, and are then passed 
throifgh the second contact-space, where the remaining 20 to 25 
per cent. SOg is almost entirely oxidised. A second, technically 
practicable way is this : to employ a very long contact-space, 
in which the gases enter at 530° and gradually cool down to 
abouf 430° before issuing. 

As a matter of course the hotte^** contact-space will not be 
charged .with platitjum, but with cheapel qontact-substances 
active at such" high temperatures. For that purpose a great 
many substances were examined for their catalytic properties. 
The following were found to be active catadysers : — 

1. Platinu'm. 

2. Vanadic, molybdic, and tungstic aVid, also the complex 
compounds formed by these acids with each other. 

3. The oxides aiid sulphates of iron, cobalt, nickel, copper, 
silver, manganese, chromiuh\ uranium, etc. 
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4. The oxide% of cerium, didymium, lathanium, zirconium, 
thorium, titaniutn, silicon, and many rare elements. 

5. Mixtures of the cataiysers with each other. 

Among the metals of the platinum group only platinum 
itself comes into question. Iridium (against the ordinary 
notion) acts very slowly; so does palla(!ium. Platinum under 
certain conditions is a good catalyser already at 200", and is 
not approached in its action by any other known chemical 
substance. 

Of the substances enumerated under No. 2, vanadic and 
tungstic acid act about equally well, molybdic acid less so. Of 
the group No. 3, the sulphates of nickel and cobalt arc far the 
best and are superior even to vanadic acid. Iron acts only 
in the shape of peroxide. P^errous compounds are first changed 
into ferric sulphate by absorbing SOo and 0, and this quickly 
gives up SO3, so that P'e.^O^ remains behind as a catalyser. 
Copper acts rather less than Ni and Co. Silver sulphate is a 
good catalyser, uranium much less than the others, and gold 
not all. 

The substances of class 4 arc on the whole very slow 
cataiysers, but some, especially freshly precipitated silica, seem 
to increase the activity of certain catal)jsers. 

Much attention was also given to the so-called contact' 
poisons. Very important observations were made in the 
laboratory and confirmed in practice. Of the substaifces 
examined, Hg and CO were found altogether innocVou.s. 
S and HoO, the latter as steam or sulphuric-acid mist, impedtd 
or stopped the reaction, according to the c’^antity of S* or 
H^O ; but when these substances were removed from the gases 
the contact worked as well as before. As, Se, Te, and Sb are 
strong contact-poisons, sm^^l quantities of which permanently 
disturb the activity <)f platinum ; they seesn to be oxidised to 
non-volatile oxides which combine with Pt. *Bes 4 des these 
elements, another substance occurs in some kinds of pyrfie^ 
\yhich acts as a strong platinum poison,*but which has not been 
identified up to the present. Especially selenium ^nd tellurium 
cause a permanent poisoning. Antimony, thallium, and lead 
occur only in case of very imperfect jharification. Arsenic is 
a momentary poison, but apparently disappears^ in course of 
time, especially when the gases contain traces pf moisture. 
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This is proved by the following fact: — If staam is mixed with' 
the purified pyrites-kiln gases before entering tne contact-space, 
the whole of the arsenic present in the latter is volatilised and 
the activity of the platinum is restored. Arsenic seems to act 
as a poison for nearly all other catalysers as well.^ This is the 
subject of a Ger, P. application, dated 5th February 1902. 

Further efforts were directed towards eliminating the 
platinum altogether. From the law of the action of masses it 
follows that, in order to convert at a certain temperature a 
maximum of SO^ into SO3, either the quantity of air should be 
greatly increased (which would be irrational on account of the 
expense of propelling the greatly increased mass of gases), or 
the SO^ formed should be 7 'cmoved from the gases and the latter 
catalysed again. This can be effected by cooling the gases after 
they have left the contact-space and have been partially con- 
verted into SO3, removing the SOy by absorption, and passing 
the gases through a second contact-space. Suppose the 
temperature of the first contact-space to be 520'’, and the 
contact-substance to be rvickel sulphate. Here 80 per cent, of 
SO2 is changed into SO3. After removing the latter, 20 per 
cent, of the original SO^ reilfains in the gases, which are now 
passed again over nickel sulphate at 520"; in this second case 
again about four-fifths of the 20 per cent, are changed in SO 3 , or 
altogether 96 per cent, in lieu of the 80 per cent possible at 
526^ with one contact-action. In the second contact it is not 
necessary to keep the temperature low enough for the most 
favourable equilibrium of SO 3 , but here the very large increase 
of '■the velocity of reaction at higher temperatures may be 
utilised. “ 

. These facts' are laid down in B. P. 2368 of 1901, and the 
work is then done in one of the following ways (1-4) : — 

I. (Fjg. 506.) TJie pyrites-kiln gases issuing from the dust- 
chamber nre cooled and purified in Rj, Rg, Rg, etc., and then 
^^ajsed through a series of pipes E, placed in the dust-chamber 
or otherwise, where they are heated by the hot burner-gas. 
These pipes' are constructed to act as an economiser, with* 
- scrapers for removing any adhering flUe-dust. The moving 
parts of the scrapers are- placed in a closed box, or are protected 
by cup-joints* or the like against the SO^ gas present in the 
^ Cy. p. 1316, b to the contrary.— G. L. 
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dust-chamber. The escape of these gases rcvjnd the scrapers 
can also be prevented by slightly compressing thfe current before 
entering the chamber and thus producing a very slight minus- 
pressure therein. 

The gases, preferably heated to 500^" C in E, now enter the 
contact-space Oj. Sometimes it is better to pass them first 
through an auxiliary heating-apparatus, to provide against any 
accidents, such as a cooling down of the kilns. In the oxidiser 
Oj most of the SOg is converted into SO^. The gases now pass 
into the heat-exchanger Vj, where they are cooled by yielding 
up their heat to the gases issuing in the opposite direction. 
The cooled gases are deprived of their SO3 in Fj, are then 
passed back into the heat-exchanger Vj, if necessary also 
through a special heat-regulator, and then into contact-space 
Og, where most of the remaining SOg is transformed into SO3. 
When issuing from Og, the gases are cooled in K and the SO.j 
is retained in 1%, either by strong sulphuric acid or by water 
or steam. 

Of course these processes might be repeated over again, but 
this would not pay, as the second catalyser already completes 
the conversion up to 95 per cei#., which may be called technically 
quantitative. ^ 

2. The pyrites-kiln gases are cooled and purified in 
Rj, R^, R3, then heated up in the heat-exchanger Vj and 
passed into the contact-space Oo, provided with heat-regulator, 
then passed back into Vj, where they yield up their heat. 
After taking out the SO3 in Fg the gases are heated in E, 
passed into Oj, and absorbed in F^. 

3. The purified gases are heated in the heat-exchanger Vj, 

pasGed through contact-space Og, cooled in K, freed from SO3 
in F.g, heated again in E, catalysed ii^. Oj, again passed through 
Vj, and at last freed from SO3 in F^. ^ 

4. The gases purified in Rj are heated in E, catalysed in Oj, 
crcf?ed in K, freed in Fj from SO3 heated in catalysed in Og 
passed back into Vj, ancf again freed from SO3 in Fg. 

Otherwise ‘the gases in modifications 2, 3, a,nd 4 are treated * 
as in I. The temperature may also be* regulated within the 
contact-spaces from the dutside or inside (Ger. P. 1 13932), 

Th*e main point in this new process is that more SOg is made 
with rauch-l^ss catalysing substance without the necessity of 



PROCESS OF THE FARBWERKE HOCHST 1387 


strictly regulating the heat in the contact-space, and that the 
apparatus for tooling and purifying the gases is very much 
reduced, as most of the heat is taken out of them anyhow. 

A modification of the process, patented in England, France, 
Belgium, and in the Ger. P. 139554 of the Farbwerke Hochst, 
and the Amer. P. of Krauss and Von Berneck 700512, con- 
sisted in passing pyrites-gases over pyrites-cinders impreg- 
nated with ferrous sulphate, at a temperature of about 350° C, 
the cinders being continuously moved forward and falling out 
desulphurised at one end, and on the other side gases containing 
HoSO^ and SO3 escapes. This process (described and illustrated 
in our last edition, pp. 1052 to 1056) has been dropped by the 
Hochst factory. 

A patent of the Farbwerke Meister, Lucius, and Briining 
(Ger. P. 135887 of 7th February 1902) shows how the platinum 
contact-mass, when poisoned by arsenic^ can be made to recover 
its full activity without being removed from the apparatus. If 
steam is mixed with the hot burner-gases mtering the apparatus, 
the contact-action is in the first instance lowered still further 
[through the poisonous action of water, cf, p. 1305]; but 
gradually the whole of the arsenic contained in the platinum 
as a fixed compound is converted injjp volatile compounds and 
escapes with the mixture of SOg, Oo, SO3 and H3SO4, issuing 
from the apparatus. The admixture of steam with the burner- 
gases is continued until no more arsenic can be traced ift the 
condensing products; then the burner-gases are again intro-* 
duced in the dry state and the platinum soon recovers* its 
original activity. 

Another patent of the same firm (Ger. P. f^9728) proceeds as 
follows. In order to employ less platinum and yet to obtain 
high yields, the catalytic yrocess is carried out first arUigher, 
then at lower tQmf)eratures. In the firs 4 zonc^of raaction the 
temperature is kept at 450° to 550^ here, owing to the 
great velocity of*the reaction, a great portion, say 75 perjBeij^., 
of the SO2 is oxidised to SO3 more* quickly than the same 
quantity of plajinum could effect at the temperature of 400 , 
which by itself produces a better yield. The gases are now 
cooled down to 400", and passed into the second zone where the 
remaining SOg is oxidised. If, for instance, the second^ cooler, 
zone contains half of the quantity aSf platinum hkljerto employed 
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where there is only one zone of reaction, the tame total yield 
is obtained by employing in the first, hot, zon^ at most two- 
tenths of the platinum contained in the second zone, and thus 
realises a saving of 40 per cent, platinum. 

As to the manner in which the absorption of SO.j is carried 
out at Hbchst, I am enabled to make the following statements. 
The absorbers arc cast-iron vessels with outside cooling-jackets. 
The SO;, gases arc passed through the absorbing-liquid in 
a state of extremely fine division, either by suction or by 
pressure. If hydrated sulphuric acid is made, only one absorber 
is employed ; for fuming acid two or better three absorbers 
placed at different heights. The absorbers are fed with acid 
of more than 93 per cent. H.,S04, if fuming acid is to be made ; 
for hydrated acids they are fed with dilute acid or even pure 
water, run in by a lead pipe. Up to 95 per cent, the acid is as 
clear as crystal, above that strength it appears turbid through 
a slight quantity of iron salts taken up from the apparatus, 
which are insoluble in such highly concentrated acids, and which 
cannot be removed cither ^by settling or by filtration, but 
which vanishes on the addition of a slight quantity of water. 
Some factories mention this ej^^re.ssly in their sale notes for 
such extra strong acid. ^ 

To an inquiry made by me in the middle of I9ii,the 
H()chst Farbwerke replied that they have in the meantime 
improved the processes above described in several particulars, 
•but n 6 alterations of the principles have taken place. They 
formerly worked their contact-process with lump burners, but 
later •on by means of mechanical pyrites-burners. This, of 
course, increased l^he difficulty of purifying the roasting-gases 
from flue-dust, arsenic, etc. By introducing appropriate con- 
structions of furnaces, dust-chambers^of modern type and gas- 
filters, thei^e difficulties have been overco^ne, and extremely 
pure roasting -gases are now obtained, which greatly increases 
tlje 'duration of the contact-ma.ss and allows of avoiding its 
reactivation. The catalysis of the roasting-gases is nearly 
quantitative, a^ well as the absorption of the SQg-gases, so that 
the acid contents of the gases escaping ifito the factory rooms 
can be easily kept within Ihe limits required by the authorities. 
The apparatus «for absorbing the SO.j admits of directly manu- 
facturing sulfjhuric acid freV from arsenic and O.V. of every 
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degree of concentration. The contact-apparatus proper is very 
little changed jJgainst the description given in the principal 
patents as quoted supra. 

IV. The Schroder- Grillo Process. 

This process was invented by Dr Schroder and patented 
by him together with the Aktiengesellschaft fiir Zinkindustrie, 
vormals W. Grillo, 1901. 

Concerning this system, I have received the following com- 
munications from the inventor, Dr Schroder : — 

The difficulty of selling liquid sulphur dioxide {cf. p. 540) 
was the reason why the firm Grillo, of Hamborn, already before 
starting the plant, had taken into consideration the 

conversion of part of the SO2 into sulphuric acid. The 
application of the lead-chamber process did not seem to be the 
right thing in this case, because the dilute acid to be manu- 
factured in this way had too low a market value. 

On the other hand, the fuming sulphuric acid obtained by 
contact-processes was at that time still ratlfcr expensive, because 
the preparation of gases containing much SO2) according to 
Winkler’s process of decomposing sulphuric acid, offered 
technical difficulties, whilst the direct application of roasting- 
gases, so far as was publicly known, had not yielded satisfactory 
results. 

Under these circumstances the pure sulphur dioxide made 
at Hamborn from roasting-gases appeared to be an advantage- . 
-ous starting material for the preparation oI rich and pure gaseous 
mixtures for the contact-process. At the request of. the 
firm Grillo, the Badische Anilin- und Sodafabrik at their 
Ludwigshafen contact-plant made some experiments \yith 
gaseous mixtures prepar^ from Hamborn liquid S^^witft 
admixture of air^ l^it the result was not .satisfactory^ 

But as in the meantime laboratory experiments made at 
the Hamborn zinc-works by Hanisch and Schroder ^Ijgd 
yielded very good results with a comparatively high working 
capacity of platinum, the firm Grillo resolved to erect an 
experimental factory for the further development of the 
contact-process. The starting idea iivas th6 assumption that 
the formerly unsatisfactory results of the- contgct-proc^s had 
been principally caused by the fa^t that the contact between 
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the gases and the solid reacting medium w^s not sufficiently 
intimate for converting approximately all SOg molecules into 
SO.3. The aim was therefore to prevent the gaseous molecules 
from slipping past the active platinum substance, by means of 
filling the reaction-space as completely and evenly as possible; 
and as the ideal state of arranging the platinum molecules 
suspended at equal distances throughout the reaction-space was 
naturally impossible to realise, there was no other way of 
dividing the platinum than that formerly universally applied, 
viz., spreading the platinum upon porous substances hardly 
at all active by themselves, and employing these for filling the 
reaction-space. In practice, deviating from the formerly pre- 
ferred loose packing of the platini.sed substances, principally 
platinised asbestos, this packing was made very firm. 

The wrought-iron^ contact-pipes, 6 in. wide and 13 ft. in. 
long, were filled as follows : — On a bottom of fine stone material 
a dense plug of platinum asbestos (8 to 10 per cent. Ft) was 
placed, and firmly compressed by means of a disk fixed to 
a long rod. In ordir to exclude the formation of continuous 
channels, another layer of stone was put in, and again a firm 
asbestos plug of about 3 in. hei^t. About fifteen double layers 
of this kind were placed in each pipe, the first portion of the 
pipe remaining free for a preliminary heating of the gases. A 
group of five pipes was placed in a furnace in such a manner 
thafr the first empty portion lay in the fireplace itself and the 
second portion, packed as above, was surrounded by the gases 
issi^ing from the fireplace. The temperature of the furnace 
decneased from front to back, and was regulated by means of 
a pyrometer in siteh a manner that in the centre a temperature 
of 400“ to 420" C., which had been found most favourable for 
the reaction, was obtained. As th€\> resistance of the contact- 
mass wa^ bound to i)c very great, the proportion of the gases 
was not e^fect'ed by the hitherto usual fan-blast, but by a 
cylkdrical air-compressor, arranged so that it produced at the 
same time a mixture of SOg with atmospheric air in the suitable 
proportion of vol. SOg to 75 vol. air (B P. 9188 of 1887). 

4 

* According to informal ion^received from users of that process, wrought- 
iron is strongly acted upon by the gases, in spite of protective coatings. 
Cast-iron is praAically* exempt from corrosion by the gases, but such 
apparatus are liable to sudden, allnost explosion-like cracks. — G. L. 
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The working the plant showed that the resistance of the 
contact-mass, with a normal gaseous current, was equal to o*8 to 
I atm., a somewhat considerable amount, but that, on the 
other hand, in consequence of the intimate contact of the gases 
with the platinum, the degree of conversion greatly exceeded 
all former results. Each contact-pipe produced about 300 to 
400 kg. SO;^ per diem, the yield being about 95 per cent, of 
the theoretical. 

The Gcr. P. 42215 had also provided for applying a greater 
pressure than necessary for overcoming the resistance of the 
contact-substance in order to prolong the stay of the gases in the 
contact-space and to favour the union of the active molecules of 
gases ; but this was found superfluous in the experimental plant 
and was never applied in the plants subsequently erected, 

On the strength of the favourable results obtained with the 
Hamborn experimental plant, the Badische Anilin- und Soda- 
fabrik in 1887 resolved to carry out the process on the large 
scale, the firm Grillo renouncing the manufacture of SOjj for a 
period of ten years. Apart from the plant erected at Ludwig- 
shafen in 1887, which has worked for some years, several smaller 
plants on the same system have been erected by other firms, 
many of which are even now at work without any change in 
the contact-action.^ 

When in 1897 the field was again clear for the firm Grillo, 
it was resolved to .start the contact-process again at •the 
Hamborn zinc- works. The old experimental furnac^ was 
re-erected, and it was found that the conversion, when employ- 
ing roasting-gases with 5 to 7 per cent. SOg. was at least as 
good as with the rich gases formerly useck Thereupon the 
firm (now “Aktiengesellschaft fiir Zinkin8ustrie, vormals 
Grillo”), together with l^r II. Schroder, started alT^ging 
the process for ,tho direct working of biende-roasting gases. 
As with these dilute gases the process could bnly# pay when 
greatly reducing* the resistance of the contact-mass tc^tj^e 

^ According to direct information from the Badische, their experiments 
with the Grillo process were made with inefficient plant 8nd could not be 
held to be conclusive in 2fciy way. Before treating with the firm of Grillo, 
since 1881, they had already commenced experiments ^vith ordinary burner- 
gases, and their contract with Grillo did not iri any way prevent that 
firm from working in the last-named direction at anytime, e^eft before 
1897.— G. L, 
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propulsion of the gases, without reducing {he yield, efforts • 
had to be made to find a sufficiently poroits and resisting 
contact-mass. It had also to be taken into consideration that 
the danger of a diminution of the contact-action in the case 
of roasting-gases, even when these are well purified, is much 
greater than with absblutely pure mixtures of pure SOg and 
filtered air. It was already known by experience that platinum 
asbestos, with perfectly pure gases, has an infinitely long 
action, but that its catalytic action gradually*' decreases when 
imperfectly purified gases are employed, and that there was 
then no means of regenerating its action except by the very 
troublesome process of transferring the platinum upon fresh 
asbestos. 

This difficulty of regeneration led to abandoning the 
hitherto employed substrata for platinum in favour of soluble 
salts, where, owing to the easy renewal of the surface and 
the porosity of these substances, the regeneration was bound 
to be much easier than in the case of platinised asbestos, pumice, 
and the like. ' 

It was soon found that in this way not merely contact- 
substances of great porosity ^d easy to regenerate could be 
obtained, but some of these salts, e.g. magnesium sulphate, 
yielded contact-substances of decidedly better catalytic action 
than asbestos, pumice, and the like. These contact-substances 
profr^cted by patents in all countries (B. P. 25158 of 1898), 

• can made in a very simple manner by mixing or soaking 
the salts with a dilute platinum solution. The platinum is 
reduced, without the assistance of other substances, by passing 
the hot gases cecitaining SOg over the mass ; but of course 
the, reduction m*ay be hastened by the admixture of organic 
sub.sTcTiioes, such as sugar, oil, glu^, etc., afterwards burned, 
and the porosity of,, the mass is therebyoa^ the same time 
increased. ^ 

decrease the resistance against the passage of the gases, 
much larger pipes are ndiv employed. But as the activity of the 
platinum was^found not to be fully utilised, greater dilutions 
of platinum in the magnesium sulphate nfasses were employed ; 
less than one-hundredth bf the percentage of platinum formerly 
employed is sufficient without any detriment to the contact- 
action. 'Afterwards, in lieU of a number of pipes, a single 
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contact -chamber ^as introduced, as already described in 
Deacon’s patent 3 and 1682 of 1871 (cf. pp. 1283 seq.). 
The apparatus was constructed in such a manner that the SO3 
gases were first heated up to the requisite temperature in a 
tubular apparatus and then passed into the contact-space. 
As the reaction proceeds vividly, a quantity of heat being set 
free by itself, the contact-apparatus need not be heated but 
merely protected against radiation. But the yield in these 
apparatus was found to be only 85 to 90 per cent, of the 
theoretical. Although on principle a preliminary heating of 
the gases to 250" C. ought to suffice, since the formation of 
SO.^ commences to set in just over 200'', and more and more 
heat is generated by the reaction itself, it was established by 
gas-analyses and temperature determinations that the reaction 
progresses only in the centre of the cylinders, whilst the gases 
rising near the walls, in spite of good insulation, lose more heat 
than can be spared for the reaction.^ 

This drawback could be avoided by a compulsory mixture of 
the gases in simple or composite cylinder apparatus, as described 
in the B. P. 17034 of 1900. These apparatus have been found 
to answer very well, and to act in no way inferior to the 
composite pipe apparatus. The resistance of the contact-mass 
to the propulsion of the gases can be reduced by a suitable 
increase of section in such a way that revolving apparatus 
(fan-blowers) arc quite sufficient for that purpose. • 

A further improvement in the contact-mass was attilined 
by building up the mass in the molten state in the contact- 
apparatus itself by means of a hot current of g^s or air (R P. 
10412 of 1901). Thus not merely a high degree of porosity 
is attained, but the caking of the mass presents the strong 
gaseous current from carryijpg away single portions of itr' " 

The absorption af the vapour of SO.^, formed ta^ces place 
after cooling in iron apparatus by means of Sulphuric acid, 
either by surface-action or submersion or running the absorl^gj 
acid down a tower or spraying it in thlb stream of SO3 vapour 
If no dilute sulphuric acid for this purpose ts yielded bj 
• 

1 The apparatus erected at Ludwigshafen for jthe Grillo-Schrodei 
system by Dr Schibder himself did not work as above, but was expressl) 
arranged to keep the temperature of the outer contact-ofen as uniform a! 
possible at all points.— G. L. 
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another part of the works, it is prepared l?y mixing part of 
the strong acid previously obtained with waVer and cooling. 

For cooling, purifying, and drying the roasting-gases before 
introducing them into the contact-process in many cases the pro- 
cess prescribed by Rath(Ger. P. 22118) has been found sufficient, 
consisting in slowly filtering the gases through coke moistened 
with sulphuric acid. The low velocity of the gases, at most 2-3 
in. per second, requires a very wide section of the low towers 
and admits of employing a very fine coke-packing, without any 
considerable resistance to the passage of the gases. In order to 
increase the filtering action, it is possible to employ apparatus 
containing a fibrous material like asbestps or cotton-wool. Such 
a purification in connection with drying the gases by sul- 
phuric acid is quite sufficient for the removal of flue-dust, 
mist, sublimates, and moisture from the gases, but not for 
purifying the gases from injurious gaseous constituents evolved 
in the roasting of some ores. The most injurious of such 
gases has been found at Hamborn to be silicon tetrafluoride 
evolved in the roalsting of ores containing fluorine. Unless 
previously removed, that gas is decomposed within the con- 
tact-mass in such a manner that dense layers of silica are 
formed which envelop the intact-substance and render it 
inactive. 

Apart from silicon tetrafluoride, arseniuretted hydrogen 
must be taken into consideration, whose injurious action upon 
the odtalytical property of platinum has been long known. At 
Uamborn and in many other places that gas has not been 
not/ced, probably because the conditions of its formation 
(application of ^on gas-pipes, etc.) were not present. The 
sublimed AsgOj contained in the gases is easily removed by 
filtnrm>n together with the other constituents of flue-dust. 

If in 9onsequenc(^ of insufficient purification of the gases the 
contact-action 'is gradually weakened, the contact-mass must be 
frfl^r? time to time freshened up, especially in order to counteract 
tlie incrustation with sflica. This is most conveniently done 
by washing the mass with a dilute solution of aqua regia, 
whereby the platinum is freed from t 4 ie surrounding silicA, 
and at the same" time the porosity of the surface is renewed. 
Any ^slight tijaces •of arsenic absorbed by the contact-mass 
are eqilally removed by tl^e aqua regia, being converted into 
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AsClg, which volatilises in the hot current of air when heating 
up the contact-irlbss. 

. If ultimately the percentage of silica, iron, etc, becomes so 
large that the regeneration in the just-mentioned manner is 
not sufficient, the platinum and the salt must be separated 
from the impurities in the wet way. • 

In the beginning of 1902, ten factories were working the 
Grillo-Schroder process (four of them in Germany), and 
another twelve factories (again four in Germany) were in 
course of erection. 

Thus far I have translated verbatim Dr Schroder’s com- 
munication ; I shall now subjoin abstracts of the various 
patents taken out for this process. 

Grillo and Schroder (B. P. 25158 of 1898) produce a 
contact-mass by an intimate mixture of a soluble salt not 
changed by the agents in question, such as sulphates or 
phosphates, with finely divided platinum in the following 
manner : — The salt {e.g. sodium sulphat: ) ^ is dissolved in 
water, mixed with platinic chloride in th^ proper proportion^ 
and the whole evaporated to dryness, breaking up the crusts 
so formed into pieces of uniform granular size. The separation 
of the platinum in a metallic state, of very high grade of 
division, takes place on heating the contact-mass when the 
process is started. These contact-masses act perfectly well even 
when containing only o-i per cent, of platinum, and when 
rendered inactive they are simply dissolved in water, where- 
upon the platinum separates out in a metallic state and can be 
employed over and over again. • 

Their Ger. P. 1 15333 describes the removal of arsenic, 
antimony, mercury, etc., from the contact-mass^ in the conta^:t- 
space itself by means of a|current of chlorine at the cfroilTary' 
temperature of tl;iaJ> space or somewhat .below. Pj;eviously, 
any oxides of those metals present may be rfiduqpd to the 
metallic state by tneans of coal-gas, carbon monoxide, etc. 

A further patent, B. P. 17034 of *1900, by the Akucu- 
gesellschaft Grillo and M. Schroder gives the fallowing pre- 
scriptions Gases frr.‘*i pyrites-kilns or similar gases, with about 
6 per cent. SO.,, pass into the bottom 0^ r. chamber, where they 
^ Recently magnesium sulphate seems to be considered ^he most suitable 
salt for this purpose. 
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are heated to 260° or 280® C., thereupon thrq^igh several layers 
of contact-substance spread on perforated iron^plates, and from 
this, now in the state of SO.^, to the absorbers. The perforated 
metallic diaphragms produce a good mixture of the gases and 
a uniform temperature which is controlled by laterally intro- 
duced pyrometers. The temperature during the reaction may 
rise to 500'^ or 520'*, the gases leave at 350'’ or 40x3^' C. A 
larger style of apparatus consists of several vessels connected 
by pipes, alternately above and below the layer of the contact- 
substance. The mixture of the gases passing from any one 
chamber to the next in series is promoted by causing them to 
flow through a narrow passage into a larger space before 
traversing the contact-matter next in turn. In this manner 
a conversion of 96 to 98 per cent, is said to be effected, 
against only 85 to 90 per cent, where such distribution is not 
employed, in consequence of excessive heating in the centre 
and cooling below the proper temperature at the walls. 

The claims under this patent are as follows : — 

I. In the catalytic process of making sulphuric acid or its 
anhydride without regulating the temperature of the reaction 
from the outside, the use o^ contact-apparatus consisting of a 
vessel or chamber provideefwith solid partitions having one or 
more openings through which the preheated or flowing contact- 
gases are constrained to pass after they have passed through a 
quantity of contact-mass for the purpose of being thoroughly 
mixed previous to passing into another quantity of the 
contact-mass. 

r2. For the purpose referred to in claim i, a contact- 
apparatus consiftting of a number of vessels charged with 
coptact-mass anii connected by pipes in such a manner that the 
"ga^TS^in passing from one vessel to the adjoining one are 
thorougl^ly mixed. , » 

A stilirmo're porous mass than usual is obtained by Grille 
Schroder (B. P. 104 12 of 1901) by forming the pores in 
the “carrier” whilst thils is still in the pasty condition and in' 
the process < 9 f drying, by forcing a gaseous current through 
the mass at a rate similar to that emj 5 loyed in the converter 
during normal working. Suitable substances as “carriers,” 
apartjfrom th^ salt& mentioned in the patents, are clay, gypsum, 
made ihto a paste with w^ter, also salts melting in their own 
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water of crystalli^tion. The preparation of the contact-mass 
may be carried Dut in the contact-oven itself. (A Ger. P. by 
Neuendorff, 127846, runs on similar lines, employing salts of 
Ca, Ba, Sr, other than the sulphates, with SO^, air, and steam 
or sulphuric-acid vapour at a high temperature.) 

Ger. P. 138695 of the Grillo-Schrbdbr Company describes 
an improvement in their contact-apparatus, consisting in 
arranging perforated partition walls in the spaces between each 
two layers of contact-mass, by which means the gases are more 
intimately mixed through during their passage over that mass. 

Several important contributions concerning the Schroder 
process were made to the New York Section of the Society of 
Chemical Industry, and are published in its Journal^ 1903, pp. 
348 et scq., by Fr. Meyer, G. C. Stone, and C. L. Reese. The 
first of these is of a historical kind, and adds nothing of import- 
ance to what has been said before on that process. I here 
give an abstract of the other two papers. 

Stone points out that in the Schrod-^r process the following 
impurities are most injurious : arsenic (which does not occur in 
the blende used at the original works at Hamborn), SiF^, HCl, 
and Cl. Arsenic permanently ruins the contact-mass, the 
other impurities have only a temporary effect which vanishes 
when pure gases are used. (His AmeV Ps. 711187 and 711188 
prescribe removing the arsenic vapours by cooling the burner- 
gases down to a temperature at which the arsenic is conder^ed, 
and retaining it in a filtering-medium which is afterward s*freed , 
from arsenic by heating.) With properly purified gas the m^s 
gives a yield of 96 per cent, and more even after a year's /un. 
When it is necessary to regenerate it, it is spread on a cement 
floor, made into a stiff paste with a mixtui^ of dilute nifric 
acid, hydrochloric acid, an^ sugar, alk wed to stand fw a'“Tew^ 
days, heated to exp^l water and acids, cogled and cryshed. It 
is then often slightly better than when first ustd.o* According 
to that author thbre were in 1903, 23 Schroder plants buiil^r 
building (7 in Germany, 2 in Russia,* i in Poland, i in Italy, 

2 in France, i in Chili, i in Mexico, 2 in South Africa, 6 in 
the United States), Since then other plants have been erected, 
e.g, in Switzerland. Some are using blende, some pyrites, some 
brimstone, and one a low-grade gold-oro. Their degyee of 
purity being very different, differd&nt methods of pufification 
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are used. In every case there is a dust-caj:cher next to the 
burners, then a cooler by which the temperatrire is reduced to 
that of the air, then scrubbers or washing-towers for washing 
and drying the gas, then filters for removing most of the 
arsenic, selenium, etc. The gas is drawn from the filters and 
forced through the pfehcaters, in which it is got up to 3CX)‘' to 
400° C., when it immediately enters the converter. There is 
no necessity for regulating the temperature in the sectional 
converters, which are sometimes large enough to produce lO 
tons acid of 66"' Be. in one day. From the converter the gas 
passes to a cooler, where it is cooled dowui to about 50° C., and^ 
then to the absorbers. When only acid of less than 100 per 
cent. II2SO4 is to be made, some form of scrubbing-tower is the 
best absorber ; for fuming acid horizontal cylinders, followed by 
a tower, are most suitable, and acid up to 40 per cent, free SO3 
can be made here directly. Every hour the SO., in the entering 
and exit gases is estimated by the Reich test. The purity of 
the gases is best ascertained by blowing a small current of the 
gas continuously thfough a tube filled with absorbent cotton, 
which ought not to show a deposit or discoloration after several 
weeks. w 

The conversion is good and uniform, e.g. at one plant for a 
month’s run minimum 94*47, maximum 97*76, average 96*68; 
at another in seventy-seven days’ run minimum 91*48, maximum 
97*43, average 95*39 per cent. It remains the same whether 
the gas contains only 3 to 4 per cent or 6 to 7 per cent SO^. 
Xhe stops from all causes do not exceed twenty hours per 
month. The acid made was 95*01 per cent of the sulphur 
burned. The coct of the plant is less than that of a lead 
chamber and ccfncentrating-plant For acid above 66 " Be. the 
prJJtess’is cheaper than the lead-chamber process ; from 60° Be. 
below thq/e is no advantage. A plant is *now being built for 
combining, the ‘Schroder process with chambers, so as to produce 
acid without concentrating-plant 

Reese describes hisr experimental investigations on the 
Schroder proc 5 ^ss. His results are most interesting, but partly, 
differ so much from those of other doservers that further 
observations seeih called for. Thus he states that the gases 
need pot be dried, but may even be saturated with moisture ■ 
without' affecting the conitersion in any way, although this 
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cannot be carried, |Out in practice, owing to the necessity of using 
iron pipes. CC\ and CO have no effect, nor has sulphur in a 
finely divided form. HCl reduces the conversion at once to 42 
per cent., Cl to 57 per cent. ; SiF.j acts similarly : but in all 
these cases, if pure gas is introduced, the conversion gradually 
rises again to the normal point. Arsenic is extremely injuri- 
ous; it may reduce the contact-action to zero, but it can be 
removed from the contact-mass by a stream of HCl, best mixed 
with SO2 (burner-gas). It is found in the shape of a mist, 
together with PbSO^, SiF^, HCl, S, and Se. This mist cannot 
be removed by scrubbing with either water or sulphuric acid, 
but by wet filters [evidently made of asbestos or cotton-wool, 
cf. below]. By these the gas is purified to such an extent from 
solid and liquid substances that a beam of sunlight from a lens 
cannot be seen when passed through a vessel containing the gas 
[Tyndall’s test]. In this case the contact-mass lasts indefinitely. 
Another test is to allow the gas to pass continuously through 
a tube containing absorbent cotton, when any acid or other 
impurity can be seen after a short time deposited on the cotton 
[cf. supra]. 

The reaction starts at 330° to 340'’ C, and is at its best at 
425°, but there is very little difference between 400" and 435'' 
C. With impaired contact-mass a higher temperature is 
required to start the reaction. No cooling is necessary with the 
Schroder contact-mass when used in sectional converters, 
otherwise than that resulting from radiation. It is ^mply 
necessary to preheat the gas to about 400"' C., and tiie 
converters do the rest. Eighty-five to 90 per * ent. of the conver- 
sion takes place in the first of the four secticJfts, where the tem- 
perature rises about lOO'’ C. ; it gradually falls in the other 
sections, and the gases lejve the converter below the Tempera- 
ture at which thqy ^nter. . • » 

The absorption of SO3 by water is not so good as might be 
expected. The rate of absorption increases with the .strtST^J-Ji 
of the sulphuric acid formed, and is at a maximum when the 
vapour-tension is zero. Evidently SO3 unites ^ith the vapour 
of water, forming miilute globules of HjjSO^, which cannot be 
satisfactorily absorbed by acid of an/ strength or even alkali, 
but perfectly by means of several layers of wet asbestos or 
cotton-wool. 
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The Schroder-Grillo process is applied iiifChile (Guayacan) 
for transforming the SOg in the gases from < roasting copper 
regulus into sulphuric acid. For each kilogram of contact-mass 
in twenty-seven hours 2250 kg. commercial acid of 93 to 96 per 
cent, is obtained, with an expenditure of J kg. fuel. 

The factory at Uefikon in Switzerland, which is surrounded 
by vineyards and is thereby compelled to use the utmost 
precaution in the matter of escapes of acid gases, sends the 
exit gases from their Schroder-Grillo plant,' in which they 
convert 96 per cent, of the SOg into fuming O.V. (20 per cent. 
SO3), into their lead-chambers, in order to retain even the 
last few per cents, of SOg which might do damage to the vines. 

The following list of the SO3 patents obtained by the Grillo 
Company has been communicated to me by that firm in 1911 : — 

1. Co 7 itact-substances for Catalytic Processes. — Germany 
102244; France 283496; Belgium 140984; Austria 565; 
Hungary 15502; Italy 54742; Spain 25637. 

2. Improvements for Recoverhtg Sulphuric Acid, etc. — England 
25158 of 1898; Natal 23 pf 1901 ; Cape Colony 1280. 

3. Contact furnaces.—QQrmdLny 138695; France 304530 ; 
Belgium 152713; Great Brj^in 17034 of 1900; Natal 157 of 
1901 ; Cape Colony 1445: ; Italy 57464; Spain 26728 ; Switzer- 
land 22762. 

4. Apparatus for the catalytic production of H2SO4 and SO3 ; 
Austria 12287 ; Russia 8372, 8373, and 8446. 

Dry Purification of Contact-substances . — 1 15333. 

' 6. Processes for Preparing Contact- sub stances. — Germany 
128554; France 311689 ; Belgium 156974, Great Britain 104 12 
of 1901; Natal *i' 56 of 1901; Cape Colony 1446; Peru 96; 
Chde ? U. S. AmTerica ? 

t 

^ . PrQcess of the Verein Chemisetier ’ Fabriken 
^ in Mannhewi, 

These processes are' inventions partly of Dr Hasenbach, ' 
partly of Dr*‘A. Clemm, both of them connected with the, 
Manrtheim Verein. 

Their patents are : — ‘ 

. I. Ger. P. 1106715 of 1898; B. P. 17266 of 1898; Austr. P. 
484; Fr. P. ^^80393; Belg. k 1375 10 for the re^noval of arsenic 
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from burner-gasgs by passing these through red-hot ferric 
oxide, preferab^ in the shape of pyrites-cinders, or through 
chromic oxide or other oxides, forming fire- and acid-proof 
compounds with the oxides of arsenic. 

2. Ger.P. 107995 of 1898; B.P. 1725 5 of 1898; Austr. P.484; 
Fr. P.280393; Belg.P. 137510; A m er. I*. 681698 for preparing 
SO3 from SO2 and air by pa.ssing the gases over red-hot ferric 
oxide (pyrites cinder.s), as they come from the pvrites-burners 

3. Ger.P. 108445 of 1 898; B.P. i859ofi899;'Austr.P. 2519; 
Fr. P. 285459; Iklg. P. 140696; Amcr. P. 670559 describes 
a pyrites-kiln, with an air-drying apparatus, with air-tight 
working-doors and an iron casing, in order to prevent the access 
of undried air from without. 

(The patents i, 2, and 3, according to the statements I 
have received, have fulfilled their purpose and are in regular use, 
in Germany, Austria, England, France, Belgium, Russia, and 
America.) 

4. Ger. P. 108446 (1898)-; B. P. 3185 (1899) ; -Austr. R 483; 
Fr. P. 280393 (addition); Belg. P. 140695. The process 
described in Ger. P, 108445 may be modified by diluting the 
burner-gases with dry, preheated air. 

(This patent is not of special value, ^although the observation 
on which it is founded is quite correct.) 

5. Ger. P. 136134 (1899); B. P. 24748 (1899); Austr. P. 
10510; Fr. P. 295238 and addition ; Belg. P. 147437; Amef. P. 
690133 and 729735 describes the combination of a ferrif-oxide 
and a platinum contact-apparatus. The gases pass first through 
the former, then through a dry pumice or asbestos filter* (in 
order to retain foggy impurities), then tMTbugh a heating- 
apparatus, and lastly through a second contact-appara^s, 
charged with platinised acjfl- and fire-proof tissue, eitlTer from 
above or from beljov/. , 

(This process is in successful operation, both i» Germany 
and in other countries.) , 

6. Ger.P. 142410(1899); B. P. 4610^1901) ; Austr. P. 10511; 
Fr. P. 295238 (adjdition); Belg. P. 155501 protect the replacing 
of ferric oxide as contSct-substance, by cupric or chromic oxide, 
or mixtures of these with each other 8r the sulphates formed. 
(Of no special importance.) 

7. Ger. P. 142855 (1901); B. / 16206 (1902^; Austr. P. 



U02 MANUFACTURE OF FUMING OIL OF VITRIOL 
15339; Fj** P- 323491; Belg. P. 164891; Amer. P. 752165 

describe a contact-apparatus, containing platinised asbestos- 
tissue, extended in cast-iron frames; between each two such 
frames, wide-meshed iron tissue in thin wrought-iron frames is 
placed, in order to prevent the asbestos tissue from bulging out 
upwards or downwards*. The surfaces of contact between the 
frames are smoothly planed, so that the gases cannot take a 
wrong road, and the frames are so adjusted that they can be 
slid and singly taken out for being changed, without interrupting 
the work. 

(This apparatus is in successful operation both in Germany 
and abroad.) 

8. Ger. l\ 154084 (1902); Austr. P. 484; Fr. P, 280393; 
Belg. P. 1 375 10 provide for the application of ferric oxide 
^containing arsenic, such oxide being a better catalyser than 
pure ferric oxide (Amer. P. 758844 by Lunge and Pollitt). 

(This patent has been dropped.) 

9. B. P. i5i'5i of 1899; Amer. P. 716985. 

Employment of cupric^sulphate for the manufacture of SO3. 

(This process was not patented in Germany but in the 

United States, where the paj^iYit is still valid.) 

The following communication concerning that system has 
been made to me by the Verein Chemischer P'abriken in 
Mannheim for the 1903 edition of this work : — 

’'‘The principles underlying our process are as follows : — (i) 
Roasfing the pyrites with dried air, in order to produce dry kiln- 
gases. (2) Graduated conversion of sulphur dioxide into 
sulphur trioxide in two separate contact-spaces, one of which is 
charged with ferrtif oxide, the other with platinum. The SO^ 
formed in each of these is best absorbed in separate absorbing- 
plant. (3) Behind the absorbing-ap^paratus for the SO.j formed 
in the ferKic oxide contact-space there is a** filter for retaining 
from the g'ases any impurities injurious to the platinum 
pontdct. 

“ These principles are embodied in our patents [quoted suprh^ 
and abstracteef below]. The apparatus constructed for carrying 
them into practice consists of a pyrites-kiln, differing from 
ordinary pyrites-kilns by being completely cased in iron and by 
such ah cpnstruttion bf all openings that the doors can be tightly 
pressed agaii^st faced framds, in order to prevent as much as 
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possible the entrance of undried air through the brickwork and 
the working hol^s. 

“ The air necessary for burning the pyrites is introduced by 
means of pipes underneath the grates. This air is dried in 
towers fed with concentrated sulphuric acid. The roasting- 
gases enter still hot into a perpendicular iron-cased chamber, 
filled with ferric oxide in pieces, to a height of 7 to 10 feet. 
This oxide [pyrites cinders] rests on a revolving grate, by which 
the spent contact-mass can be removed, the fresh contact-mass 
being fed in at the top. Here the conversion of the SOg into 
SO3 is brought about to the extent of 60 or 65 per cent., and at 
the same time the arsenic is chemically fixed by the ferric 
oxide. 

“From this chamber the gases enter into cooling-apparatus 
and thereupon into absorbers, where the SO3 formed by the 
ferric-oxide contact is retained. At the end of the absorbing- 
apparatus a fan-blast is placed whirh draws the gases through 
the various apparatus hitherto described, and propels them 
through the following apparatus. The gefees at this stage are 
very pure, but they contain still traces of impurities, not shown 
by chemical analysis, which in course of time might injure the 
activity of the platinum contact-substance, and small quantities 
of uncondensed sulphuric acid [anhydride] which must be 
removed before the gases act upon the platinum. 

“ This purification of the gases is brought about by filtrition 
through porous, granular, or fibrous substances. After having • 
been thus filtered, the gases possess such a degree of purity that 
the activity of the platinum contact-mass is secured for a -very 
long period. The filtered gases are heated^p by the heat of • 
the kiln-gases or by a direct fire to the degree necessary for, the 
reaction and now enter thj platinum contact-space, in which the 
remainder of th^ §£>2 <Jonverted into .SOy Froip here the 
gases pass through a cooler and into an absoYbej# where the 
newly formed SCTg is retained, and ultimately into a chimm>y ” 

We shall complete this sketch by* abstracts of the patent 
specifications. *• 

B. P. 17266 of loth August 1898 prescribes burning pyrites 
in ordinary furnaces, to which air is aflmitteef previously heated 
and thoroughly dried. The hot roaster-gasis are ajL once 

conducted over a contact-substanfce containing ferric oxide 

• • 
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(preferably fresh burnt pyrites-waste) placed in an oxidation 
chamber to which external heat is not applied Pyrites-waste 
affords also an excellent means for extracting, in a technically 
perfect manner, the arsenic from pyrites-kiln gases, so that a 
large yield, free from arsenic, is obtained from the initial 
materials containing aVsenic, if, in passing the gases over the 
burnt ore, the production of comparatively large quantities of 
sulphuric acid be as much as possible avoided. 

B. P. 1859 of 26th January 1899 describes the chambers 
for containing the burnt pyrites with their revolving grates, 
their iron casing, and their devices for excluding all air except 
that which has been desiccated. 

B. P. 3185 of 13th February 1899 describes another modi- 
fication of the contact-furnace, with more admission of air. The 
ordinary roasting-gases, containing 6 or 8 per cent SOg, are to 
be diluted with desiccated air, either when in the reaction- 
chamber or before enterfng it, so as to produce a gaseous 
mixture containing from 2 to 3 per cent by volume of SOg, 
whereby the production of SO.^ is considerably enhanced. 

According to A. Clemm’s B. P. 15151 of 1899, a mixture of 
SO.> and O or acid is pas^d over red-hot cupric sulphate, 
previously moulded into convenient forms with clay or gypsum. 

A. Clemm and the Verein Chemischer Fabriken in Mannheim 
(B, P. 24748 of 1899) conduct the gases from the pyrites-kilns, 
with admission of dried air, over highly heated burnt pyrites, 

. then subject them to dry filtering over pumice-stone, asbestos, 
or^the like, and afterwards admit them to a second contact- 
apparatus, charged with platinum contact-substance. The SO3 
formed in the firsW''ontact 'by the action of ferric oxide may be 
absprbed before passing the gases on to the platinum contact- 
chamber.- (This seems to be essential, in order to prevent 
deterioration of the pj^tinum catalysed, the gases being reheated 
if necessary,) The platinum contact-mass is preferably platinised 
gr^atkig or network of platinised fabric carried by frames. The 
Verein, in B. P. 18200 of 1902, describes an apparatus 
charged with platinum asbestos so arranged that the contact^ 
with the gases is as perfect as possible, without employing much 
pressure. (Cf. supra, pp. 1401^/ seq., their new apparatus protected 
by.Ge^, P. 1428,55 ) ^ 

The Mannheimer Verei 1^4, Chemischer Fabriken (B. P. 4610 
r , 
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of 1901 ; Ger. P. 1424 10) also patents the use of cupric oxide, 
chromic oxide, cf manganese oxide, or a mixture of the three, 
or their sulphates, as contact-substances, and also for filtering 
the hot roasting-gases. 



Fig. 508. 


We shall now describe more in detail the pj^fites-kilns and 
contact-chambers. I^a Figs. 507 and 508 a^, are 

burners, b the pyrites burning therein.^ All openings are made 
tight by asbestos joints and screw-bolts, the doors being pressed 
against planed surfaces ; this is shojvn at c. The air aniers at 
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d.,, in drying-towers r.,, and is carried by^ pipes /g, /g, 
underneath the burner-grates. Further pipes^/^, /q, communi- 
cate with the contact-chamber, in case this is equally to be 
supplied with dried air, and in a similar manner this can be 
supplied over the layer of burning pyrites. The gases issuing 
from the burners traverse upright chambers, 
pyrites-cinders, where the conversion of SO., to SO3 takes place ; 
they are then taken by h to the condensing-apparatus. The 
whole furnace is cased with iron, in order to -prevent any air 
from penetrating through the brickwork. Through k fresh 
pyrites-cinders arc charged into^i,^2» through the revolving 
grate j the spent cinders are removed. Further openings may 
be provided in the burner or contact-chamber for diluting 
with air. The air is preferably heated before entering the 
apparatus. 



Figs. 509 to 51 1 show how th^ contact-chamber may be 
placed und^qrnoath the burners, and is traversed by the burner- 
gasQxS from the top downwards. In and the burning takes 
^place; and the burning pyrites; and the air-tight' 
charging-doora^ fg, the other working-door, equally air-tight. 
In this case the pyrites burns from the top downwards. The 
necessary air is dtied in dower d and passed into the apparatus 
through pipes and The gases generated in layers and, 
pass through the layers of burnt ore and/g, where the con- 
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version of SOj in^o SO., takes place, and then go through fj and 
to the condensers. The spent oxide is removed by the 

revolving grates //, and //,. This furnace must also be cased in 
iron. 





Experiments madt by Lunge and Pollitt (cf. supra^ p. 1316 ) 
have confirmed the fact that the degt'ee of conversion of SOg 
intoSOgis strongly reduced by the least-amoiant of^nv)isture 
present, either in the ferric oxide <rf in the gases. ^ This degree 
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remains the same, whether the gases contain tip to 13 per cent, 
or down to 2 per cent. SOg by volume. The h.2st temperature 
for the reaction is about 620° C. The presence of cupric oxide 
or arsenic (which is no doubt converted into ferric arseniate) 
increases the catalytic action, the arsenic more than the copper. 
Probably the SO.^ is firtit oxidised to SO3 at the expense of the 
arseniate, and the arsenite thereby formed is again oxidised to 
arseniate by atmospheric oxygen. (This influence of arsenic in 
promoting the contact-action, found by Lunge and Pollitt, forms 
the subject of a Gcr. P. 1 54084 taken out by the Mannheimer 
Verein Chemischer Fabriken, but abandoned later on.) 

From a private source I have received the following com- 
munications on the working of the Mannheim process in 
America. Every furnace gets through 6| to 7 tons Rio Tinto 
ore (containing arsenic and copper) per diem, the burner-gases 
testing 7 or 8 per cent. SO^. After passing through the ferric- 
oxide contact-shaft, which is kept at a temperature of 600°, they 
show from 3 to 3 6 per cent. SO^. They now pass through an 
iron cooling-tower arid through three wash-towers, where the SO3 
is taken out by sulphuric acid (96 per cent. H^SOJ. Then 
follows a purification from^'rsenic by means of blast-furnace 
scoria, containing sulphides, and a further heating to 540° o*' 5^0 , 
after which the gases p^ss through thirty pieces of asbestos 
cloth, coated with platinum black. The exit-gases are cooled 
by feeing used for getting up to temperature of the ferric-oxide 
4 shaft,*- and are deprived of the last SO^. The whole of the 
apparatus is made of cast-iron. The pyrites is employed in the 
shape of lumps, and is burned down to 3 or 4 per cent. S ; the 
air is drawn through it by a fan-blast. The platinised asbestos 
cloths are washed with 2 per cent, muriatic acid once in two 
months, dried and cased over again.* Every furnace works with 
750 g. platinum black; divided upon thirty qloths; it is obtained 
in the propf r state by means of sodium formiate. The yield of 
acid « 1 18 to 130 lbs. from icx) ore, calculatefl as too per cent, 
ft. SO4. A drawback is 'that the acid is not clear and contains 
0-7 per cent, fetric sulphate, which is too much for the manu-, 
facture of explosives ; this seems to 'happen oply at the 
American works, 'which latilise their acid for the refining of 
petroleum (the .Standard Oil Company has twelve such furnaces), 
and wheVe that impurity Moes no harm. The idea can be 
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obtained with 28 per cent. SO3 hi maximo : if this is exceeded, 
the apparatus is soon damaged, but higher strengths can be 
obtained by distilling the oleum. 

According to Wilke (/. Soc. Chem. Ind., 1906, p. 4), the first 
American plant for the Mannheim process was erected by 
Schoellkopff & Company at Buffalo, and •consisted of one unit 
with a capacity of looo tons of sulphuric acid ; it has since then 
been enlarged to four times its original capacity. Four other 
firms have adopted this process, and there were then (1906) in 
use 22 units with a capacity of 35,000 tons, and in the course of 
construction 10 more units with a capacity of 16,000 tons— all 
this in a little over two years from the first introduction of that 
process, which is very much praised by Wilke. 

VI. The Freiberg Process. 

Through the kindness of the late Professor Clemens Winkler 
I am enabled to give the following authentic communications 
on the introduction and development of the manufacture of 
sulphuric anhydride by the contact-proces* in the Muldener- 
hiitte at Freiberg, on the strength of official documents, all of 
which had hitherto remained unpublished. 

The first experiments for carrying out the process of 
combining SOg and O by means of tl^ process published by 
Winkler in 1875 {Dingl. polyt. ccxviii. p. 128) on a manu- 
facturing scale began on i8th December 1876. As descrij^ed 
in that publication, sulphuric acid of 66° Be. was decomposcid by 
strong heat, the resulting gaseous mixture was dried an^ 
conducted over moderately heated platinum asbestos. The §03 
thus obtained was at first condensed as sugii, later on much 
more conveniently by absorption in concentrated sulphuric 
acid. I 

The results were so satis^factory that, on^oth March 1878, the 
erection of a large*? plant* was resolved upon* Bu\ almost 
exactly at the same time, on lOth March 1878, the R^yal 
Mining Office received a report by Cl» Winkler, in which he’ 
requested them to take notice of an observation^made by him 
which would enable the process of manufacturing anhydride 
to be carried on in a new and much# more practicable form. 
This report contains the following passage The undersigned 
has succeeded in achieving a result regarded as impossible according 
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to former experiments^ viz.^ the production of sulphuric anhydride 
from a mixture of sulphur dioxide and atmospfieric airP After 
discussing at length the points important for the success of the 
new process, the author gives a description of the way in which 
the process can be carried out on the large scale. He here 
discusses, first, the quality of the gaseous mixture obtained in 
the kilns ; secondly, the mode of propelling the gases ; thirdly, 
the purification and drying of the gases ; fourthly, the transforma- 
tion of SO2 into SO3 ; fifthly, the condensation of the SO^ 

The production of sulphuric anhydride from pyrites-kiln 
gases at the Freiberg works commenced on a small scale in the 
beginning of December 1878, on a larger scale on ist February 
1879. But as there were many difficulties to overcome and 
many changes became necessary in the plant, the commencement 
of a continuous manufacture dates only from 13th December 
1879. On 3rd October 1881 a larger plant was started, utilising 
a proposal found successful in the meantime for removing the 
last traces of flue-dust (which interferes with the efficiency of 
the contact-substaflee) by filtering the gases through carded 
cotton-wool. 

Soon after the Frcibeig works had commenced trying 
the manufacture of SO3 from kiln-gases, the Rhenania works 
at Stolberg entered updn this path, with mutual understanding 
and partial exchange of experiences. At Stolberg, vertical 
coptact-apparatus was preferred to the horizontal pipes used at 
» Frei^berg. The filtration by cotton-wool and the employment 
pf platinised porcelain (see below) har also remained a speciality 
of^he Freiberg works. 

The nianufaot^^’re of sulphuric anhydride is now carried out 
at; the Muldenefhiitte, near Freiberg, as follows : — 

' ^ I. Roasting-gas . — Since 1879 thf gases from ordinary pyrites- 
kilns, containing a little arsenic, have be^n employed for this 
purpose, ^ t " 

Propelling of the Gas . — Since 1879 this has been effected 
‘' by a p^^^am-driven fan-blast placed between the purifiers and the 
contact-appartitus, so that the gas is aspirated from the kilns , 
' through the purifiers, and propelled ufider pressure into the 
contact-pipes and the absorbing-towers. 

' 3., PurificcUion of the Gases . — This is effected exclusively by * ' 
JUtration^ wijthout any washing- or drying-apparatus. This has ^ 
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been done since 1,88 1, ultimately through the employment of 
carded cotton-wr|ol, which retains the last traces of flue-dust 
without the necessity of frequent renewal (probably gun-cotton 
might be employed for the same purpose). At first it was 
thought necessary to wash and dry the gases, after previously 
removing most of the flue-dust, by towdrs fed with sulphuric 
acid of bb"" Be. ; but this caused the cotton-wool to be gradually 
moistened and destroyed by the slight quantity of sulphuric acid 
carried away by the gaseous current, so that frequent renewals 
of the somewhat costly filtering materials became necessary. 
Since 1893, part of the cotton-wool has been replaced by cheap 
fine wood-shavings (“ Holzwolle”) ; in 189b the washing with 
sulphuric acid was curtailed, and in 1898 it was entirely 
abandoned. Since then the moistening of the wool has ceased ; 
it retains its porosity and therewith its efficiency. The gases 
have since been purified without the assistance of liquids, 
exclusively in the dry way, and that with such perfection that 
the contact-substance retains its activity for years. Practically 
the process is performed as follows : — 1 he *gases, as they come 
from the kilns, are passed through leaden flue-dust tunnels 
where most of the dust is deposited, afterwards through a set 
of lead towers, packed successively with coke, charcoal, wood- 
shavings, and cotton-wool. From the last tower the gas, 
now absolutely free from dust, is aspirated by the fan-blast and 
propelled with moderate pressure into the contact-ovens. • 

4. The Coniact’substance. — Y vom 1879 to 1883 plaknui 

asbestos with 40 to 50 per cent, platinum was used, prepared hi 
means of sodium formiate (p. 1428). In cor‘:equence of*th 
impurities at that time still present in the guses, the platinur 
asbestos soon became inactive, especially by^incrustatioits, c 
sulphates, and had to be ^^■equently worked over again in 
troublesome maringr. In *1883 the trary^iition was^ made t 
platinised pumice^ containing 3 4 cent, platiijum, whos 

activity lasted up to a year. In 1888 this was replaced ^it 
excellent results by unglazxd platiniseeTpot celam, 

5. The Temperature of Combination. — Accordif% to the exper 

ences made at Freiberg, the union of SO2 and^O is best effecte 
at a temperature of 440^^ to 4^° *lmeasured by a Heraei 
(Le Chatelier) pyrometer. The inside of t*he ratort-furri&ce 
faintly red-hot, but at 44 p^ sheen ceases.^ Any effe 
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of the heat of reaction upon the temperature could not be 
noticed. 

6. The Degree of Combination , — During the first ten years of 
working the degree of combination attained was imperfect. 
The SO2 percentage of the kiln-gases, originally 7 to 7-5 per 
cent., was diminished' to about 4 per cent. SO.,, equal to a 
conversion of about 45 per cent, into SO.,. This did not matter 





Fig, 512. » 


much, as the gkses were afterwards treated in vitrioi-cnamDers. 
But already then it w^s noticed that the gas* containing 4 per 
'cent. SO^ if sent through a second contact-furnace, came down 
to 0-2 per cent^GOg, so that in all 97 per cent, was converted 
into SO3. In 1889 it was noticed that ‘the formation of SO3 
was increased to* 85 or*’90 per cent, by one single passage 
through the cpntact-substance, if the percentage of oxygen 
essentially exceeded that o^ sulphur dioxide ; since then gases 
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with only 6 per cent. SOg have been worked and the uncom- 
bined residue of is removed by absorption. 

7. The Contact-furnace . — The sketches, Figs. 512 and 513,’ 
show that each furnace contains five horizontal retorts, charged 
with contact-substance and heated by means of a gas-producer. 



Fig. 513. 


Such a furnace yields from #20 to 24 cwt. SO3 per twenty-four 

hours. . y. 1 • * 

8. The Absorption of the Anhfeirtde.--Thc • vapours 
escaping from th^ contact-retorts under slight pressure^are 
completely absorbed in vertical towers fed with concentrated* 
sulphuric acid, the acid flowing out strongly timing. It is 
either sold in this stattf or is worked for anhydride by distilla- 
tion in iron retorts. 
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VII. Rate's Process. 

Concerning Rabe’s process for the manufacture of sulphuric 
anhydride I have received the following communications 
from the late Mr Niedenfiihr, who has erected several plants 
on this system, which performs three operations— the purifica- 
tion of the gases, the contact-process, and the absorption of the 
SOy formed. The purification is described in a Hung. P. 21959 
of I2th November 1901. The misty particle^ contained in the 
gases must be removed so completely that even after a number 
of years no deposit is formed on the glass windows interposed 
in the pipes, and of gaseous admixtures only those must be left 
which are absolutely harmless. 

The hot gases are cooled by direct contact with the cooling- 
liquid, in two phases. In the first the cooling-effect is carried 
on up to the point that the liquid completely evaporates ; in the 
second phase so far that the liquid is only heated. This admits 
of carrying out the cooling-process in a vessel made of an 
unalterable material, e.g. pottery surroundetfl on the outside by 
lead or iron. Such apparatus is not acted upon or stopped up 
even if the sulphuric acid used for drying has a concentration of 
60° Be. 

The purifying process will be better understood by means 
of the sketch (Fig. 514). 

The gas enters by a cast-iron pipe A, lined with acid-i)^oof 
material and possessing cleaning-holes Kj and K.^. By iieans 
of the Korting’s spray-producer I enough water or sulphuric 
acid is introduced to be completely evaporated The cooling of 
the gases thus effected is completed by towejbJk This is built 
like a Glover tower, the bottom and sides feeing lined wjth 
acid-proof pottery ; by the ^rid L the packing M is si*pportett 
and is moistened, cold ^trong sulphurip acid, fed in at the 
top and equally distributed. The hot acid is ruiTou^by V into 
a cooler. The mud is easily collected and no stoppage o^ the 
tower takes place. 

The cooled gases are now freed from mechanieilly suspended 
impurities by filters, cfensisting of a lead box, D, in which on 
a grid N the filtering-material O is sprf.ad in a* thin layer. The 
latter consists of small pieces of coke, from ,10 to ^ mm. 
diameter, systematically jjlaced so ^at the coarser grains are 
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at the bottom, the finer at the top. The filtering-surface must 
be very considerable in order to avoid los^ of draught by 
friction. The impurities collecting in the filter are removed 
from time to time by rinsing. 

In lieu of the finest grain of coke, fibrous materials may be 
employed, e.g. asbestefc, which is prevented from being com- 
pressed by being spread on several sieves adjoining each other. 

By the filtering-processes the gases are rendered absolutely 
transparent, which is constantly controlled by means of glass 
sights; but they still contain gaseous impurities. Only the 
constituents of atmospheric air — oxygen, nitrogen, carbon 
dioxide, argon, etc. — are harmless ; all other gases (besides SO^) 
must be removed. Rabe has found that hydrogen chloride 
occurs in roasting-gases, and that it can be removed by sodium 
bisulphale in concentrated solution or in pieces. This takes 
place in box F, with shelves P and purifying-material R. 

The gases are now dried in the acid-fed tower G, containing 
a packing T on grid S, and pass through pipe II, provided with 
glass-sights Uj and U2, into the contact-apparatus (not shown !). 

W is the hydraulic seal for the acid running out of G. 

Rabe considers as speqitl advantages of his purifying- 
process : the possibility of working with natural draught, the 
complete drying of the gcises, the removal of the misty particles 
without the use of a washing-process, and therefore but slight 
exp^ense for maintenance and supervision. 

(The same advantages are claimed by Rabe for producing 
apid free from iron and arsenic when made by the lead-chamber 
process, in lieu of acid made from brimstone.) 

Concerning the. contact-process itself, Dr Rabe gives me the 
following notes :^The purified and dried gases are brought 
iTito contact with the catalyser in cotnparatively wide chambers, 
where the mass is spread on sieves, ^betweqn which loose sieves 
can be interposed This arrangement is preferable to placing 
the *rontact-mass in narrow tubes, as the mass can thus be 
''spreadjpore uniformly, which can be controlled at sight, and as 
the gases are always mixed over again after having passed ^ 
through a layer of contact-substance, so'^ ihat any unequalities 
in the temperatiire and* composition are removed. It is also 
possil^le by tl}is means to carry out the reaction in different 
phases, ‘by employing different contact-masses, or different 
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temperatures, or combinations of both. In order to produce 
the proper temperatures, various means can be employed. 
Thus, according to the Ger. P. 143593 “ regulating ’’-tubes can* 
be placed in the contact-chamber, or as bearers for the contact- 
sieves, which communicate their temperature to the contact- 
mass. Wide contact-chambers also produce the least resistance 
to the propulsion of the gases. 

The degree of conversion of SO2 into SO.j is most easily 
calculated from the analysis of the gases before entering and 
after leaving the contact by Reich’s method {supra, p. 571 ), If, for 
instance, 10 c.c. decinormal iodine solution is employed for each 
test, corresponding to about 12 c.c. gaseous SO^ at ordinary 
temperatures, and if before entering the chamber the water run 
out of the aspirator had been =150 cc, but after leaving the 
chamber = 3000 c.c., the degree of conversion is : 

( iooo -- ic;o) 100 

^ 9c:.2 per cent. 

3000 - 6 ■ 

If for the second test another quantity oi Iodine .solution had 
been used, a corresponding correction must be made. 

In order to properly absorb the SO., by concentrated 
sulphuric acid, the latter must be kept cool, which Rabe effects 
by specially constructed “ reaction-towers ” with surface-feeding 

In Z. augcio. Chem., 1900, p. 960, Niedenfuhr mentions that 
the total fuel required for producing 100 parts SO.^ is 2oJ<g 
coal. The supervision of the process is very simple, a. id i‘ 
facilitated by automatic apparatus on the principle of Rabei 
measuring-process for gases and liquids (Ger I’s. 111019 <iik. 
112835). 

The B. P. of Rabe, 3327 01 1901, substanftally agrees ;vjtl 
the preceding description^ but we .shall quote the claimj 
verbatim. The hot gases are preliminarily cooled iu conduit- 
with neutral walls, T^y means of vaporising wat^r sulphurii 
acid, to a temperature at which there is not yet condensation o 
fluid matters, then cooled to a temperafure of less thaj:^x C 
by direct contact with sulphuric acid of any preferred strengtl 
in towers not too cl os<^j , packed, and conducted systematically 
through filtering-layers of granular substance gradually reducec 
in si'^.e, or of fibrous character, until, when .in a <lry stat^ they 
leave no efflorescence on the gla€s of the Tyndall 'testing 
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apparatus even after a long time, and then, after being entirely 
freed from any non-neutral gaseous elements by means of 
suitable reagents (as, for instance, from muriatic acid by means 
of bisulphites in a solid form or in the form of a concentrated 
solution), they are dried in the usual manner. 

Dr Rabe informs me that his process has been introduced 
for manufacturing sulphuric anhydride from pyrites-lumps and 
fines and from zinc-bleride. The following results have been 
obtained at one of these places during a prolonged period of 
work. Cost of 100 kg. sulphuric anhydride : — 


M arks. 

96 kg. pyrites 43 per cent. S at i-8o M. . . . 1-73 

10 „ coals at 2 M. . . . . . 0-20 

2*4 JI.P. hours for moving gases and acid at 0*05 M. 

per electrical il.P. . . . . .012 

o* 16 shift at 2*50 M. per man and shift . , . 0-40 

Repairs ....... 0-32 


Sinking fund for plant, costing 130,000 IVI. per 5000 kg. 
per day, equal *[jer 100 kg- to .... 0*87 

Total . . 3-64 


(The cost of 1 30,000 M. for a plant for the daily production of 
5000 kg. SO3 does not 'include royalty, and is decidedly less 
than will be required in most places for a substantially 
coi\structed plant. — G. L.) 


Notes OH the Development of the Contact-process in the United 
States, 

^ The following notes have been supplied to me by a leading 
firm in the American chemical industry, and have been first 
published^ by me in angeiv. Chenr, 1910,^^. y2i ; — 

“The fi^st successful introduction into the United States of 
the catalytic process for manufacturing sulphdric acid took place 
in tho year 1898, wheir the Badische Anilin- und Sodafabrik 
erected an experimental plant, constructed according to the - 
Knietsch inventions, in the State of New jersey, and there 
demonstrated th6 immaise importance and value of his ideas. 
From^this denjonsti^ation as a starting point, and the subsequent 
acquisition of the Knietsck patents by the General Chemical 
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Company, the c(^nt act-system reached its present extensive 
development in^he United States. 

“A year later, that is in 1899, Mineral Point Zinc 
Company erected an apparatus at their works in Wisconsin 
under the patents of Schroder and Grillo. It was designed to 
utilise the sulphurous gases from the fion-arsenical fumes of 
zinc ore previously wasted ; but the detail and full requirements 
of the contact-system not being at that time generally under- 
stood, it is not surprising that this plant was rebuilt a number 
of times and finally dismantled. 

“ The General Chemical Company began the erection of their 
first plant under the Herreshoff system^ in 1900, and early in 
1902 commenced manufacturing sulphuric acid in their main 
New York Works. This plant has run continuously since then 
on the same contact material, the catalytic mass never having 
been touched. This was the first plant in the United States to 
use pyrites-burner gases containing arsenic and other impurities. 

“ One of the Herreshoff patents in 1904 came into interference 
with a Knietsch patent owned by the Badisc*he Anilin- und Soda- 
fabrik. As a result of the proceedings that followed, the 
Badischc and the General Chemical Company joined forces, the 
General acquiring all of the patents owned by the Badische, and 
later the patents of the Farbwerke Meister, Lucius and Briining 
the Tentclewische CUiemische Fabrik, and Rabe. 

“ The General Chemical Company is said to have practwall) 
dismantled its chamber-acid plants throughout the Unitec 
States since 1903, substituting contact-plants almost entirely fo 
the old chamber and concentrating systems. The Otha 
chemical companies using the contact^roccss, with fev 
exceptions, are their licensees. 

“ The Herreshoff inventions as applied to those of*Knietscl 
resulted naturally ^ material improvemefits, in the aliminatioi 
of needless and expensive compre.ssors, in the avoiiiance of th( 
gas immersion in liquid, and in a changed arrangement foThe^ 
regulation by removing the heat of reaction in septiaHt hea 
transferrers and, not within the contact-chamber. Thesi 
systems have been so efficient, that it is said that converter 
which have been in continuous or nearly continuous operatioi 
for nine years have never been opened, and* are still wqrWng a 
i Vide p. 1425 . 
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actively as ever. In the matter of absorption, too, improve- 
ments have been introduced by the combined /nventive activity 
of Messrs Knietsch and Herreshoff, whereby the strength of the 
acids is kept constant by means of continuous circulation of 
large volumes of acid, thereby also reducing the pressure 
formerly required at this point to almost zero. 

“The New Jersey Zinc Company owns the Schroder-Grillo 
process for the United States. Besides their own use of this 
process on zinc ores they have granted a few licenses to other 
parties in the United States. It was claimed by those holding 
the Knietsch patents that this, like all other workable contact- 
processes, infringed certain basic inventions of the Knietsch 
process. Suits were brought, but a compromise was effected, 
leaving the Ilerreshoff-Knietsch patents supreme in the future 
growth of the chemical field.” 

According to Quincke (Z. angew. Chem.^ ipio, p. 1923), most 
of the sulphuric anhydride in the United States is manufactured 
in the numerous factories of the General Chemical Company, 
according to the system of Herreshoff which substantially 
agrees with the apparatus of Knietsch. The Mannheim process 
is worked by the Grasselli Chemical Company, Schollkopf, 
Hartford Hanna in Buffalo, and the Dupont Powder Company. 
The Schroder-Grillo process is also worked by a number of 
Victories, and the Tentelcw apparatus by the Merrimac 
Chemical Company. About one-quarter of the sulphuric acid 
maniJfacturcd in the United States is made by contact- 
processes ; the total production of sulphuric acid in that 
.cou'xitry amounts to il million tons per annum. 

The contact-^yfocesses have also been tried for dealing 
with the acid {umes of the Tennessee copper works, but 
Unsuccessfully. That aim has hPfjen attained only by the 
introduction of enormous lead-chgmber .plgnts {Chem. Zeit, 
Rep., 1910^ p. 372). 

/according to the, English Alkali Inspectors’ Reports for 
1909 Hh& manufacture of sulphuric acid by contact-processes 
in the Uniteef' Kingdom was then still in ^ the experimental 
. stage (which statement cannot be accejJted in the face of the 
information just given). ^ 
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A. Purification^r Special Preparation of the Pyrites-burjier 
Gases f^r the Ma 7 iifacturc of Sulphur Trioxide. , 

In this place we enumerate only those processes which 
have not been previously mentioned in the description of * 
various processes for the manufacture cf SO^. 

Raynaud and Pierron (B. P. 16283 of 15th February 1900) 
purify the gases, first by condensing or compressing the 
gases, and then allowing expansion to occur. They prefer 
condensing the gases by absorbing them in kiesclguhr, and 
expanding them by raising the temperature after a certain 
interval. The impurities arc said to remain behind in the 
porous material, which must be from time to time renewed. 

H. Howard (Amer. P. 801318) reheats the gases, after they 
have been cooled by the process of purification, by means of 
U-shaped pipes, placed in the pockets of a special chamber, 
before they enter the contact-apparatus. 

Th. Meyer, in Z. aiu^cw. Chan., 1906, pp. 1313 to 1319, 
discusses at length the processes for tl'Ai filtration of gases, 
in order to free them from dusty particles and from sulphuric 
acid in the shape of mist, etc., and he describes a filter 
employed by himself, in which there is a number of layers of 
gravel and sand of various degrees of fineness. He recommends 
it not merely for the gases in the anhydride process, but more 
especially for exit-gases from the manufacture of all acids. It 
is supplied by the Deutsche Ton- und Steinzeugwerke, (iharlot-, 
tenburg. 

Mcssel (B. P. 22672 of 1909), in order to h^crease the^iclcT 
of sulphuric anhydride or sulphuric acid, passes gases contain- 
ing SO^ and H.SO^ over granulated gas col«, maintained ^at a 
temperature of about 425°i His Ger. P. is 226331. 

The same process is Sescribed in the Fr. P. 41^387 of the 
Badische Anilin-* und ^odafabrik, where it •is ^stated that 
thereby the SO^* is taken out of the gases by transforn^ing it 
into SO.3, by means of heating the gases in the preseiipe of * 3 
reducing substance, e.g. coke, to 425". Thep removal of the 
already existing from the burner-gases increases the 
catalytical production of fresh SO3 a«d renders the purification 
of the gases easier; the SO3 fumes, l^y fojming a^ fog of 
sulphuric acid, enclose and carry-forward the contaCt-poisons. 
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Hegeler and Heinz (Amer. P. 931868) mi^ the burner-gases 
with a portion of the gases obtained during ^the process and 
Already cooled, at least up to the boiling-point of the washing- 
fluid ; they then pass through a washer, fed with dilute sulphuric 
acid, a cooler, a drier, a preheater and the contact-furnace. 
The gas intended for *irixing with burner-gas is drawn out by 
a fan behind the cooler. 

Rahtjen (Ger. P. 226107) mixes gases containing NH^ (from 
the destructive distillation of organic substances) with pyrites- 
burner gases and then treats them in the usual manner for the 
production of ammonium sulphate, whereby SOg remains in a 
state of purity such as is required for the manufacture of SO3 
by the contact-process. 

Blackmore (Amer. P. 769585) during the action of SO^ and 
O introduces fresh portions of the gaseous mixture, in order 
to prevent overheating. 

H. A. Frasch (Amer. P. 715778 of i6th December 1902) 
obtains sulphur dioxide in a concentrated condition, suitable 
for the manufacture*' of sul^jliuric acid or anhydride by the 
contact-proces.s, as follows ; — The pyrites-burner gases are 
washed and cooled and subjected to pressure in contact with 
water already saturated with SO^ at atmospheric pressure ; 
they are then washed under pressure with fresh water, and the 
surcharged solution is reduced to atmospheric pressure, the g^as 
cvol\^ed being stored or at once utilised. The surplus solution 
is heat«‘d, and the SOo evolved is returned to the absorber. 


Purificatiofi of the Burner-gases from Arsenic, 

The removal of arsenic from the burner-gases, in which it 
TT present in the shape of arsenioust oxide, ASoOy, takes place 
incidentally in all ordinary processes ^for purjfying those gases, 
described, e.^,y in Chapter IV., sufrity pp. 555 and 1415, but 
not completely. The complete or nearly complete removal 
6f the^ arsenic is of course an advantage in the manu- 
facture of ordinary sulphuric acid, but it is stated by various 
inventors to be quite essential in the martufacture of sulphuric 
anhydride, SO3. 

W.e now emjimera,tc the various proposals for taking the 
arsenic completely out of pyrites-burner gases, as far as they 
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have not yet be^n mentioned before in connection with the 
description of pjoccsses for manufacturing SO.^. 

Projahn (Ger. P. 221847) passes the burner-gases through 
porous anhydrous aluminium sulphate obtained by heating 
hydrated aluminium sulphate, which retains nearly all the 
arsenic contained in the gases (see above). 

Stone (U.S. Ps. 711187 and 711188) cools the gases down 
to such a temperature that the arsenic is precipitated, where- 
upon it is reihoved by filtration. The filtering-substance is 
later on heated, whereby the arsenic is driven out and is 
condensed. 

Duron and Hartmann (B. P. 9869 of 1910; Fr. P. 415658) 
filter the burner-ga'^es first through a layer of ferric sulphate or 
the like, to remove the coarsest impurities and most of the 
arsenic, and then treat them in a series of chambers with 
sprayed sulphuric acid; thus cooled to 100 to 1 50'', the gases 
pass up a tower, fed with water, then through filters filled with 
quartz or coke and then through reheaicrs, before being used 
in lead chambers or in the contact-process^ In the first stage 
of the process the gases are enriched by SOo, produced by the 
decomposition of SO^ from the ferric sulphate ; any ferric oxide 
thus formed and carried along by the gases is reconverted into 
ferric sulphate by treatment with sulpnuric acid. 

According to Reese and the Du Pont de Nemours Powder 
Company (U.S. P. 989801) the impurities of pyrites-biyner 
gas, which arc injurious to the contact-processes for ntaking 
SO.5, such as arsenic, lead, chlorine, and fluorine compounds, as 
well as sulphuric-acid fog, are completely retL ined by pasein" 
the gases (previously purified from flue-ckst, cooled, washed, 
and dried) through a filter containing drf Caf), or Ca(OH.)^ or 
CaCO.^, or dolomite, kept JJelow 54'. In this case the SOg is" 
not retained by tjie CaO, ipr is there any*formation qf sulphite 
or bisulphite. 

B. Special Contact-apparatus ewut Regulation of 
Temperature. 

Remmert (Ger. 59556 of 1890) laid down the principle 
that when hot gases are pas.sed over -^lid substances whereby 
they undergo a change with development, of beat, layers of 
different temperature are product at right angled to the 
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direction of the gaseous current. This holds^good also in the 
formation of SOjj by the contact-process. Tl)e gases, getting 
heated by this process, raise the temperature of the following 
layers of the contact-substance to the point of reaction. Thus 
the reaction spreads over the whole mass, but the heat of the 
gases going out is lost.' This can be avoided by reversing the 
direction of the gaseous current, when the heat is at a maximum 
at the far end of the contact-apparatus, and introducing the 
gases first at that end. This causes a more equal temperature 
and a saving of fuel in the previous heating of the gases. 

Raynaud and Pierron (B. P. 16254 of 1900) improve the 
catalytic action in one of the following ways: — First, the 
temperature is kept uniform, but the contact-substance used 
is first poor in platinum, then rich, and then again poor ; second, 
the contact-substance remains the same, but the temperature 
is first low, then higher, then again lower. During the first 
phase the reaction SOg+O is commenced, during the second 
phase it is completed ; but as there is again a dissociation ol 
SO.j, this is brought' back in the third phase. 

Babatz (B. P. 1216 of 1900) heats the purified kiln-gas by 
the non-purified gases on tiKfeir way to the purifying-plant 
The heat obtainable from this source should be more than 
sufficient for bringing up the purified gases to such a 
temperature that no further heating of the contact-apparatus 
is required (cf. supra the previous patents of the Badische and 
of Hochst). 

4 Daub and Deuther (B. P. 9536 of 1902) try to prevent the 
overheating of the contact-substance by the reaction-heat ir 
the following manner: — The apparatus consists of alternatel) 
arranged heating- and contact-chambers, the former being 
provided with independent means^^for heating or cooling the 
gases, an^i the latte*- with a passage fo;^tlie whole of the 
gas conducted* into the apparatus through contact-materia 
disposed in the contact-chamber in such a manner that the 
gases- and contact-matfbr reciprocally maintain and equalise 
the temperatufe in the chamber and prevent local over 
heating. 

P. Naef has taken a dumber of patents concerning a methoc 
of treating solid materials with gases, consisting in passing ho 
gases through the solid material, withdrawing, readjusting th< 
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temperature, and repassing the gas through the solid material 
so as to simultaneously produce several gas-circuits through the 
solid material. In one of these (B. P. 23415 of 1899) he brings 
in the oxidation of HCl or SOg by air. Other patents follow 
in 1900, 18188 with 134 claims, 18191 with 154 claims; then 
14977 of 1901. • 

Wenmaekers (B. P. 19902 of 1901) passes the gases from 
pyrites-kilns through cooling-pipes, then through a dry coke- 
towcr, thence iro another tower into which steam is injected, 
and lastly through a coke-tower sprayed with concentrated 
sulphuric acid. From here they pass into the contact-apparatus, 
the heat of the issuing gases serving to heat up the arriving 
gases. After taking out the sulphuric anhydride formed, the 
gases, still retaining SOg, are returned to the steaming-column 
and re-enter the process. 

Stone (Ainer. P. 711186) describes a contact-apparatus 
consisting of independent sections, e'lch containing an indiyidual 



charge of contact-substance. Each sefition, as its charge 
becomes spent in working, is replaced by*a freshly chaj’ged 
section. ^ 

Herreshoff (Amer. Ps.^719332 and 7 ^^ 333 ) effects a partial 
conversion of the gases into SO3, then cools the r^idual gases 
by heat exchang*e with entering gases, and returns them^o the 
contact-apparatus for complete traifstormation. for this he 
employs a specially constructed apparatus, «s shown in Fig. 
515. Quincke calls^it, “a Knietsch contact-apparatus, drawn 
asunder”; it is used by the Gefieral Chemical Company 
{supret, p. 1419). The following Amer^ Ps, of Hq^reshoflf 
contain details on his system^: 722981, 737^2^, 723595 » 
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737233, 737626, all of 1903; 940595 and ^940596 of 1909; 
955067 and 969868 of 1910. Vide supra, p. ^419. 

Ferguson (B, P. 6824 of 24lh March 1903 ; Amer. Ps. 
723595 723596) employs two contact-chambers; after the 

gases have passed the first, and have been partially converted 
into SO2, more air is mixed with these, and they are now 
passed through the second chamber, where the conversion is 
completed. 

Sebillot (B. P. 21616 of 1898; Amer. P. 700249) makes 
sulphuric acid {not anhydride) by burning sulphur-ores in a 
“blast-furnace” in which ore and fuel are alternately charged, 
air being forced in. The gases pass into a mixing-chamber, 
and from this into contact-chamhers. These contain, on a 
perforated bottom, pieces of pumice-stone, the interstices being 
filled with loose asbestos, and above this a series of perforated 
stoneware plates, each supporting a layer of asbestos and of 
■spongy platinum. Into the free space above, the hot mixture 
of sulphur dioxide and air is led along with steam and a 
regulated supply of Sir, andAhe gaseous mixture is drawn down 
through the contact-material into the bottom chamber of the 
column, in which pipes are s^, cooled by a current of water, 
whereby the acid-vapours are condensed. 

Lc Blanc and Krauss\Amer. P. 726076 of 1903) pass gases, 
containing about 7 per cent. SO^ and 9 per cent. 0, into a first 
cont^^ct-chamber, kept at about 500" C., in the proportion of 
about«'i02 1. of burner-gas to i kg. platinised asbestos per 
muiutej and afterwards at the same speed through a second 
chamber kept at about 400” C. 

Blackmore (B.»'^'\ 27907 of 1904) seeks to prevent an 
injurious rise of tJbmperature in the combination of SO., with 
T) by abstracting the heat through tf^e simultaneous production 
of a substance which absorbs heaf on ifs formation. The 
specification, contains forty-one claims, and should be consulted 
in tharcriginal. For the same purpose the same inventor also 
’‘makes^ use. of the nitrogen oxides for transferring O upon 
SO2; vide his hmer. Ps. 778099, 828268 and 769585, stiprh, 
p. 1422.' 

Ferguson (Amer. P. 857389) constructs his contact-chamber 
in the*form of* a long, upright tube with perforated shelves, 
on which the contact-substance is placed. The outside is 
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furnished with ribs between which asbestos or similar material 
is placed, or chajinels for the passage of heated air are arranged 
there. • 

Babatz-Rheingontheim (Gcr. I\ appl. R43062) interposes 
a cooling-spacc between two contact-chambers, the cooling 
medium being air, passed through in ’pipes. This equalises 
the temperatures in the contact-spaces, and produces better 
yields. 

Sebillot and*Monclaire (B. P. 2192 of 1909; PT. P. 386672) 
employ very dilute SO^, gases from roasting furnaces, which 
they pass into the top of a fire-brick chamber, with perforated 
shelves, covered with asbestos cloth, on which rests the catalytic 
material (ferric oxide, asbestos fibres, pumice, etc.). 

Wischin (B. P. 12419 of 1903) passes SOo+O (or air) 
through an annular section containing contact-material, the 
outside of which section is exposed to a cooling atmosphere, 
and then through a similarly packed wider annular section; 
enveloped by the first section, with or without an intervening 
space. No external source of heat is nceBcd ; only the gases 
are admitted in a hot state. 

M. Neumann (Ger. P. 187077) by his invention tends to 
compel the gaseous current to spread at once equally through the 
contact-apparatus, in which, he says, otherwise only one-third of 
the contact-mass exerts its full action, while by his new arrange- 
ment an apparatus, built for 6 tons, will furnish 18 tons. ^For 
this purpose he places in the centre of each layer round the axis 
a quantity of the finest contact-substance, offering the greatei»U 
resistance to the gases; then follows concent, ically a layer of 
coarser, less densely lying material, and i»* forth, the coarsest 
material being at the periphery. This is effected by arranging 
concentric sheet-iron cylinders, open at top and bottom, on the 
bearing-sieves. ,A , cooling-pipe passes •through tjie centre, 
through which cooling-air passes in at the bottfcm#and out at 
the top, without getting mixed with the gases. 

Kauffmann (B. P. 7074 of 1904) pePforms the firsUpart-of the 
conversion of SO^+Ointo SO.} at a higher t?mperature than 
the second part, willed takes place in a chamber provided with 
a cooling-arrangement. 

The Nordyke & Marmon Company (iB. P» 1204 of 1906) 
describe a helical catalytical chamber of a metal of the platinum 
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group through which the fluid to be treated mav be passed at any 
suitable pressure and in which, after it has be^n preliminarily 
heated, both endothermic and exothermic compounds are 
formed serving to balance thermically and to maintain the 
desired temperature. 

C. hnprovenienis in the Manufacture of Contact-substanceSy 
Platinuniy etc. 

It may be assumed that i kg. platinum, in the shape of 
ordinary platinum asbestos, can produce with a good process 
from 600 to 700 kgs. SO3 per twenty-four hours. The high 
price of platinum makes it desirable to prepare very active 
contact-substances. 

A Gcr. P. of Cl. Winkler’s (4566 of 21st September 1878) 
describes the preparation of extremely active catalytical 
substances from precious metals or metallic oxides in the finest 
state" of division, with which an indifferent porouc matter is 
impregnated almost in the s^me way as a textile fabric is dyed 
in the beck. The best catalytical substance is platinum, also 
iridium or palladium, less so^he oxides of iron, chromium, 
manganese, cobalt, and copper. As an indifferent menstruum 
almost any loose porous substance may be used, preferably 
asbestos, but also glass-wool, pumice, infusorial earth (kieselguhr), 
clay, and where a very high temperature is not required, even 
cellLfio^se, cotton-wool, gun-cotton, sponges, etc. 

In order to charge asbestos with finely divided platinum, it 
is thoroughly soaked with a solution of platinum chloride made 
a’ikaline by soda aqcj^ mixed with sufficient sodium formiate to 
reduce the platinum. The well-wrought pasty mixture is dried 
in a"" water-bath ; thus the platinum* is separated as “platinum 
black,” and is firmly precipitated iipo^n the fibre. The salts are 
removed By washing, without washing off the platinum. The 
quanl^ity oflhe latter precipitated depends up6n the strength of 
^tfie solution of platinum chlorides; with asbestos or cotton- 
wool a percentage of 80 platinum may be attained. Metallic 
oxides exhibit catalytical action only at* higher temperatures, 
and, accordingly, must be precipitated upon fire-proof substances. 
Thus asbestos or pumice may be thoroughly impregnated with 
chromfum oxiie by soaking in mercurous nitrate, then in 
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ammonium chromate, drying each time, and ultimately gently 
igniting. Cupric 8xide is precipitated firmly by soaking in an 
ammoniacal solution of cupric carbonate and gently igniting.* 
Asbestos may also be soaked with solutions of manganous 
or cobaltous chloride, etc., dried, put into a heated solution 
of bleaching-powder or of another precipitant, dried again, 
washed, and ignited. The contact-substances prepared in this 
way, owing to their homogeneous condition and their very large 
surface, cause, either at the ordinary or at a higher temperature, ^ 
the combination of certain gases, such as that of SO2 and O 
into SO.J, the conversion of the CSg in coal-gas into HgS, 
the oxidation of the vapour of alcohol, etc. They may be 
employed for all reactions based upon the phenomena of 
so-called “ catalytic action.” 

The prepamtion of extremely active platinum black has been 
described by Loew (/>V;'., 1890, p. 289). Already Doebereiner 
has shown that the degree of activity of platinum black differs 
very much with the method of preparation employed, that 
made with zinc and hydrochloric acid is l(#ss active than that 
made with an alkaline solution of glucose, and this is inferior to 
that which is precipitated from platinic sulphate by alcohol. 
The proportion is i : i-8 : 2*6. Far more active again is the 
following preparation, made with formaldehyde of 40 or 45 per 
cent. 50 g. platinic chloride are dissolved in a little water, 
to a vol. of 50 or 60 c.c., and mixed with 70 c.c. of 40 to 45 
per cent, formaldehyde. To this is added, quite gradual^^ and 
with good cooling, a solution of 50 g. caustic soda in the sam^ 
quantity of water. Most of the metal is separated at o^ice. 
When, after twelve hours, the mass is filteredj^y means of a filte^ 
pump, a yellow solution passes through, which on boiling 
separates a little metal. When, however, most of the salts 
(sodium chloride and formilite) have been j-emoved by washing, 
a deeply black solution runs off, some of the black ,^ud going 
into solution. Therefore the washing is interrupted un^il an 
oxidising process now going on in ^e* black mud^ has,beeri 
finished, whereupon the liquor runs off colourlest. That process 
consists in the ra^id absorption of oxygen by the black mass on 
the filter ; the temperature rises to 36* or 40”, and many gas- 
bubbles are given off with a crackling noise, lasting for several 
hours. The fine mud has now turned into a loose porefUs mass. 
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which is washed till every trace of chlorides has been removed, 
then pressed and • dried over sulphuric acid. ' Even a trace of 
sodium chloride is extremely prejudicial to tW action of the 
platinum black, a coating of platinous chlorine being formed 
in that case. The black mass evidently contains an organic 
compound of platinrm, which is afterwards destroyed by 
oxidation. 

Majert (Ger. l\ 134928) dissolves platinum chloride in ethyl 
alcohol, methyl alcohol, acetone, or acetic ether, soaks asbestos 
or the like in that solution, and sets fire to it. The platinum 
is reduced to the metallic form in a very fine state of division, 
and firmly attached to the asbestos. Thus platinised asbestos 
of great efficacy can be obtained with only 2 per cent, platinum. 

Langhans (Ger. P. 134738) employs the double compounds 
of methyl sulphide or its homologues with the halogen 
compounds of platinum dissolved in bromoform. 

Klaudy and Efrem (B. P. 14339 of 1899) employ as usual a 
fire-proof carrier, with a platinum salt and an organic reducing- 
substance, but togither w^th hydrofluoric or hydrofluosilicic 
acid. They employ meerschaum or clay, which is treated with 
aqua regia or strong sulphuric^cid, and freed from the soluble 
salts thus formed by washing with water. They then add the 
platinum salt and a rcfJucing-agent, such as sugar, with or 
without finely divided carbon, and, moreover, hydrofluoric or 
(preferably) hydrofluosilicic acid, the latter for the purpose of 
forrnipg a hard porous mass, which especially acts also by 
etching the smallest particles of the clay and enlarging the 
actiye surfaces. The paste thus formed is moulded, dried, and 
ignited. These masses act as catalyscrs already at ordinary 
temperatures, especially for lighting gas-flames, and are much 
harder and more durable than platinised asbestos, etc. 

Goldenberg, Gerpmont, & Conipany (B. P. 618 of iqcxd) 
prepare cohtactrsubstances from non-porous's'intered materials in 
the sj;ape of spheres, cylinders, or plates, on which a very thin 
J)orous layer of clay has been fixed by burning. Both materials 
must be heat- afid acid-resisting. These bodies are treated with 
platinum solution, which penetrates only through the porous 
surface, leaving the sintered cores free, so that the platinum is 
fully utilised by the gases circulating between the bodies which 
diffuse through the thin layer. 
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Saubermann (Ger. P. 125988) divided the asbestos into fine 
parallel fibres, wfiich are spun into tissues (principally for 
incandescent mantles). 

Carey, Heslop, and the United Alkali Company (B. P. 
1035 1 of 1902) precipitate platinum upon inorganic salts 
(sulphate of soda). In this case any acid and aqueous particles 
contained in the gases are said to do no harm. 

Neuendorf (Ger. P. 127846 of 28th October 1899) evaporates 
a solution of barium (strontium or calcium) chloride to dryness, 
impregnates the dry crusts formed with a solution of platinum 
chloride, dries the mass, and converts it into sulphate by a 
stream of SO2, steam, and air, or by vapours of H2SO4 at a high 
temperature. Or, preferably, he first forms the sulphate in 
the aforesaid manner, and subsequently soaks it with platinum 
chloride. 

Porter (Amcr. P. 612614 of iSth October 1898) describes 
(principally for use in lighting gas-jets) mixtures of a catalytical 
metal (platinum, etc.) with infusible metallic oxides (mainly 
AlgOg, but also the oxides of Zr, Ce, Mg^ etc.) produced as 
follows : — A solution of i part platinum chloride is mixed with 
8 parts hydrated aluminium chloride and the mixture is used 
for impregnating cotton, wood-pulp, or other combustible 
materials. This product is heated ift contact with air, the 
organic substance is burnt and leaves behind a mixture of 
metallic platinum and alumina in a very porous form. The 
organic substance causes the reduction of Pt at a low teny:)era- 
ture, and the alumina prevents the platinum black from uniting 
into a denser form. Preferably i part Pt is employed to 3 to 
6 parts Al. 

Schick (Amer. P. 971 149) reduces platinum from solutions 
on surfaces ofquarzite or percelain, and fixes it by heating up 
to 1400°, so that it softens. 

0 . Niedenfiihr (Ger. P. 225705) produces con^act^ bodies by 
precipitating platifium or a hollow metallic body, cither electri- 
cally or chemically, inside or outside,»or on both f^ces. *The* 
metallic body is made preferably of cast-iron, but Cu, Zn, or Al 
may also be empl6yf elf Such metallic bodies are preferable to 
those made of earthenware, porcelain, o* asbestos, because, owing 
to their good heat-conducting power, the reactioij space can be 
easily kept at a uniform temperature. 
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Neumann (Ger. P. 188503) employs somewhat dense carriers, 
e.g. produced by first treating with water-glass and then with 
^hydrofluosilicic acid, or with BaClg and thereiipon with H2SO4, 
for the platinum contact-mass, which are first treated with a 
reducing solution, and then at a higher temperature with an 
alkaline solution of ‘platinum chloride; the latter is at once 
reduced to metallic Pt, spread on a very large surface. His 
Ger. P. 218725 provides for stopping up the pores of the 
underlying bodies by producing a precipitate in them, before 
proceeding to the platinising-process. 

Recovery of Platinum from Spent Contact-masses. 

The Badische Anilin- und Sodafabrik (Ger. P. 148196) 
treat platinum contact-masses which have become inactive 
with dry sulphur dioxide at the temperature of the contact- 
process. The SO2 is employed either in the pure state or in 
the shape of roaster gases, containing much SO^ and little O. 
By this means, without introducing any foreign substance, the 
damage caused by the retention of arsenic in the contact-mass 
is remedied. < 

The quantitative recovery of the platinum from inactive 
platinum asbestos, according to a Ger. P. of the Farbenfabriken 
Elberfeld, is brought about by treating the asbestos with a 
mixture of damp chlorine and HCl, lixiviating the PtCl4, 
pre::ipitating it as potassium or ammonium platinum chloride, 
and feducing this by sodium formiate. 

Ferric Oxide {and Similar Oxides) as Catalytic Agents, 

• 

We have in qvite a number of cases met with the employment 
of ferric oxide and other sesquio^jides (of chromium, etc,) as 
catalytic agents for the combination of SO.^ and O. The 
theory oftl^is process has been given snpra\ pp. 1301 ei seq. We 
now^Tiention the more recent proposals in that direction. 

I have myself contributed to the elucidation of this subject ; 

I found that tbe quantity of SO3 in the burner-gas would be * 
considerably increased by passing the gas through a layer of 
red-hot pyrites-cinders, ferric oxide {Bcrl, Ber,, 1878, x. 
p. -1824, and Client, Zeit,^ 1883, p. 29). I then got up to a 
conversion of 18 per cenbof the SO^ into SOg and I did not 
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pursue the subject any further, because my professed object 
was attained — viz., to study the process going on in the pyrites- 
kilns, and to exptain the formation of SO3 therein — and it did* 
not strike me that, by increasing the duration of the action, a 
process for making SO3 on a large scale might be worked out 
on that foundation. This was perhaps detrimental to my 
interests, but I certainly do not deserve the accusation brought 
against me in the Ger. P. 107995, l^hat I had declared the 
question of the applicability of ferric oxide as contact-substance 
for making SO3 on the large scale as settled in the negative by 
my experiments, and that I had thereby misled other inquirers. 
In Z, angew. Chem., 1900, p. 80, I have disproved this assertion, 
and those concerned have never said anything more about it. 
On the contrary, it is clear that my publications had indeed 
induced others to follow up the subject in various directions, as 
we shall have to describe in the proper places. 

Briegleb (Ger. P. 121906 of 25th January 1900; B. P. H792 
of 1 8th June 1901) moulds the oxides of iron, copper, or 
chromium with 10 per cent, clay into briqueftes, places them on 
a grate in an upright shaft, and heats them by means of a 
second, lower grate, on which coke, anthracite, or charcoal, free 
from hydrogen, are burnt, or else by produccr-gas. The fuel 
must be free from hydrogen. [Such a itiel, whether solid, liquid, 
or gaseous, is not known, nor is the heating of the contact- 
substance at all necessary, as the heat of the burner-gas is quite 
sufficient for this purpose.] 

Blackmore (Amer. P. 686021 of 1901) passes hot sulphui; 
dioxide containing vapours of sulphur over ferric oxide, in 
order to produce SO.j, on the principle of rc^kicing the oxygen 
of ferric oxide by a substance possessing greater affinity to .the 
metal [?] 

The same (Aqpcr, P. 68^022) brings Sp., into contact with 
FcgOg at a temperature lying below the dissociatieyi point of 
SO 3 , passes the SCJ^ fornr.ed into a condensing-apparatus, mises 
the temperature of the iron residue, passes oxygen over it, 
allows to cool down to a suitable point, and recommences the 
operation by admitting SOg. 

Hans A. Frasch (Amer. P. 664634 ctf I900)*passes the gases 
from ordinary ore-burners into a “converter” yi which ^ome 
more sulphur-ore (preferably pyritCs) is contained, but only 
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enough ore is burned therein to maintain the proper tempera- 
ture and to produce fresh ferric oxide. The gases pass through 
'this catalytic converter from the top downward ; there may be 
a magazine provided for self-feeding, so that the amount of 
cinders drawn from the bottom regulates the' charge of fresh ore 
and hence the temptJiature. If necessary, the gases coming 
from the ordinary roasting-furnace (pyrites-kiln, etc.) can be 
cooled before entering the catalytic converter, the temperature 
of the contact-mass being regulated by adjusting the propor- 
tions of sulphur burning in, and the SOg gases admitted to the 
converter. Such a catalytic converter, burning a moderate 
quantity of pyrites, may be added to the ordinary burners used 
in the metallurgy of zinc, copper, nickel, etc. 

Pyrites-cinders, freshly roasted and charged with ferric 
sulphate, are employed as contact substance for the manufacture 
of sulphuric acid or anhydride by Hilbert and the Bayrische 
Akt;iengcsellschaft Heufeld (Gcr. P. 163835), The cirrders, 
prepared as above, arc gradually passed through a shaft, in 
which pyrites-burrfer ga^es ascend. From time to time a 
quantity of cinders is drawn qut at the bottom, and is at once 
soaked with sulphuric acidf thus forming a layer of ferric 
sulphate on the surface which greatly assists the effect of 
contact. This mass is again charged at the top, and gradually, 
on descending, gets into a zone of such a high temperature 
thajt the ferric sulphate splits up into SO3 and Fe203. The 
latte»} being in a state of very fine division, is a much more 
.efficient catalytic substance than the warm ferric oxide formed 
in the roasting process. 

The same parties (Ger. P. 179588) later on effect the pro- 
duction of SO3 through the catalytic action of freshly roasted 
pyrites-cinders in a shaft, built below the pyrites- burner, 
through ^which the . gases travel ^om the . bottom upwards, 
thus giving uj 5 a portion of their heat to the bottom part of 
the c^inders, and finding the most suitable temperature in all 
parts of -the shaft. The cinders are from time to time 
partly drawn *but at the bottom of the shaft, and this is 
replenished by fresh cinders from the pyrites-burner above. If 
the shaft is high* enough, all the SOg is transformed into SOg 
before the gases le?ve the apparatus. 

Wrampelmeier (Amer? P. 948947) converts the pyrites- 
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cinders into briquettes by moistening them with dilute 
sulphuric acid, moulding the plastic mass, heating up to the 
driving off of the water and sulphuric acid and breaking it intd 
pieces (Ger. P. appl. W34092). 

Albert and Schulz (Ger. P. 238371) employ mixtures of 
ferric oxide with the oxides of barium or strontium which, on 
heating in air or oxygen, are converted into compounds of 
ferric peroxide with the alkaline earths. These are excellent 
catalysers for converting SOo into SO3; at 450° 94 per cent. 
SO2 is oxidised in SO3. The contact-action takes place 
between 400° to 640” ; the optimum is at 450° to 550'’. This 
contact-substance described is not so sensitive against moisture 
as ferric oxide. The Amer. P. of Albert is 1018402. 

L. and P. Wohler (Z. physik. Chem., Ixii. pp. 440 to 453) 
discuss the dissociation of chromic oxides and cupri-chromic 
oxides when used as contacUsubstances for producing SO3. 

M‘Fetridge (Amer. P. 988646) injects finely powciiered 
sulphide ore or matte by a blast or suction into a furnace, heated 
high enough to at once ignite the S, thiJs decomposing the 
sulphide into SOg and metallic oxides ; the gases produced are 
carried with air over those oxides, whose catalytic action 
converts SOg into SO3, the gases thereby being also freed from 
As. 

As contact-substance Projahn (Ger. P. appl. Pi 5803) 
employs porous alummium sulphate, either by itself oj* as 
substratum for a platinum catalyscr which is thereby reiKlered 
most efficient. 

Chromium oxide (already employed by Wthler and Mahla 
in 1852 and mentioned supra, p. 1281) is proposed for this purpose 
by Matignon, Trannoy, Urbain, Feige and Vftrley (B. P. 8402 
of 1908 ; Fr. P. 376629). oxide is rendered porous, either 
by calcination of, a combination of chroipium with .a volatile 
base, such as ammonium bichromate, or by thef c^cination of 
chromium nitrate*or other chromium salts (other than ch»ome^. 
alum, chromium sulphate, and chromiflm chloride), or from the 
calcination of chromium hydroxide in the •presence of a 
substance which* d'sfingages a gas. The masses may be 
subdivided by any suitable inert matefial. The best tempera- 
ture is 430° to 620”. 



1436 MANUFACTURE pF FUMING OIL OF VITRIOL 


Rare Metals and Various Others as^ Catalysers, 

* C. J. E. de Haen (B. P. 8545 of 1901 ; Amer. P, 687834) 
mixes asbestos with vanadic acid in a fine state of division by 
soaking it with ammonium vanadate and igniting. This reagent 
is asserted to effect a combination of SO<^ with 0 up to 84 
per cent, at a temperature of 465“ C. Haeussermann (Chem. 
Zeit., 1902, p. 6) points out that the vanadium compounds have 
been known for a long time as oxygen carriers, and have also 
been proposed for the present case. 

Kuster and Franke {Z. anorg. Chem., P- 453 ) found 

vanadium pentoxide very similar to ferric oxide in the 
catalytic action on SO.^ and O, but more reliable for a 
prolonged time. 

According to the Fr. P. 318770 of the Company Parisienne 
de Couleurs d’ Aniline, asbestos soaked in phosphorie aeid and 
dricyi transforms 90 per cent, of SO^. into SO.,. 

Arsenic pentoxide has been proved to be a catalyser, similar 
to vanadium pentoxide,"" ferric oxide, etc., by the above- 
mentioned investigations of^ Lunge and Reinhardt and of 
Berl {supra, pp. 1317 and i/f8), although A.s^^Og in other cases 
acts as a contact-poison (OpI, Chem. Zeit., 1905, p. 757). 

Bonhard and Loyer (Fr. P. ‘321573 of 1902) employ the 
oxides of metals of the tantalum group, after reducing them 
in the electric furnace to a spongy mass, as a contact-material 
• for thi2 manufacture of SO.,. 

. Holbling and Ditz (Ger. P. 142144) employ as contact- 

substance the mixture of the oxalates of cerium, lanthanium, 

% 

didymium, etc., obtf?.ined in the manufacture of thorium com- 
pounds for illurdinating purposes. The prevailing compound 
in that mixture is that of cerium, whfjh passes over into cero- and 
ceri-sulpl^te. The yield of SO3 is, all the b.ptter, the greater 
the proporpiorf of cero-sulphate, and the less basic it is. It is 
best* to treat the oxalate mixture, or the oxides obtained by 
igniting it with sulphuric acid, drive off the excess of the latter 
and heat for sotne time to 300° to 600° C, which process yields 
nearly completely cero-sulphate in a por6us shape. When this 
is used as contact-substance at the well-known favourable 
temperatures, 4)yrites-roasting gases yield a proportion of SOg 
equal to that obtained ?vith platinum, that is, nearly the 
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quantitative ) ijk^ of SOjj from the SOg contained in the gas, 
and quite as much with gases poor in SOg. This mixture of 
the sulphates of the rare earths yields much better results thart 
the pure sulphates of each of them. They may be employed 
by soaking asbestos, burnt clay, or other porous substances with 
a solution of those sulphates, and they retain their activity after 
a long use. If a deterioration of efficiency is observed, the 
masses are redissolved in sulphuric acid ; the solution is filtered 
and evaporated,* and the residue ignited at 300'’ to 600°. 

According to Ger. P. 149677 of the same inventors the 
admixture of neodidymiuni^ and especially of praseodidymiuin^ 
sulphate has a very favourable influence on the catalytic action. 
With these contact-masses the purification of the roaster gases 
from arsenic is unnecessary, as this is retained in the mass. 

Hallock (Amer. P. 930471) employs preparations of radium 
or polonium as contact-substances. 

D. A b sorbin g-appatai us. ^ 

For the absorption of SO.^ we must take into account the 
considerable quantities of water introduced into the process by 
the operations of washing and drying. These are converted 
into dilute acid, and must be brought*up to II2SO4 by means 
of SO3. In the Ludwigshafen process the quantity of SO3 and 
SO2 taken out of the gases by the washing-operation is from 
6 to 8 per cent, of the total. Much more is taken up the ^ 
operation of drying the gas. With gases of 7.V0I. per cenj^ 
SO.2 the weight of SO., per cubic metre is 250 g. If the gj^ses 
leave the washers at 25'' C., saturated witl^ moisture, they wTll 
contain per cubic metre (at a tension of 2f3-5 mm.) 27-^ g. 
HgO, corresponding to i2-t-3 g. SOg, or nearly half of the 
above 250 g. Altogether about 60 per cejit of the 5O3 formed 
is converted by \^ater into ILSO^, leaving 4© ]^cr cent, at 
disposal in the fr^e state. 

Stone (Amer. P. 69518c; /. Soc. €han. fnd., I9p2, p. 476) ' 
describes an apparatus for cooling and absorbing sulphuric 
anhydride composc‘1 bf a number of pipes and presenting no 
special interest. 

Herreslioff (Amer. P. 722981 of 17th Marcji 1903) ^passes 
into a vessel, provided with a coolirfg-jacket close to its bottom, 
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the vapours of SO3, and at the same time, ^enough water or 
dilute acid to produce an acid of the desired sl^rength. 

’ Schlamp vom Hofe & Company (Ger. P. 166599) employ a 
tower, consisting of a number of compart- 
ments, all of which are divided by an inside 
plAtc in such manner that one side forms a 
cooling-chamber with stopped bottom and a 
cooling-coil entering at the top, and the other 
side an absorbing-chamber. There is always 
an absorbing-chamber above a cooling- 
chamber, and vice versd. The absorbing- 
acid passes first into the cooling-chamber 
and from this into the absorbing-chamber 
which contains a packing for the acid to run 
down on, and to meet the ascending vapours 
of SO;j. This is shown in Pig. 516. 

The Deutsche Ton and Steinzeug A. G., 
Berlin, recommend for absorbing SO.j the 
‘Cellarfus receivers, shown in P'ig. 517. 

Cottrell (B. P. 21 147 of 1907 ; Amer. Ps. 
866843 dffd 866844; Fr. P. 382179; Ger. P. 
208740) obtains the whole of the SO3 formed 
by tlie contact-substance in the form of sul- 
phuric acid by suitably varying the humidity 
and temperature. The contact-gases are 
moderately cooled and passed through or 
•••ever water or dilute sulphuric acid, or these liquids are injected 
i^n the form of spray to such an extent that the desired con- 
centration is obtahi< 5 :;d. 

vBoult (B. P. 8*528 of 1911) promotes the absorption of SOg 
in sulphtlric acid by reducing the fjpmperature of the gas and 
of the absorbing-acid to a definite {\oint, and .by increasing the 
quantity of the absorbing-acid relatively to the quantity of 
SOjj^^in the gas to ,or above a certain proportion (43 = 0- 
Thefeby a fuming acid ik stated to be obtained of a concentra- 
tion that has Viot heretofore been possible. The Amer. ?.' 
of Irving J. Cox, 1002824, describes the same invention. 

The process of I. J.'^Cox and the Du Pont de Nemours 
Powder Company {supra, p. 1272) is specially intended for this 
• case as well. 
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The amount of acid ^ascs escaping absorption from contact- 
apparatus has been very carefully watched by the British 
Alkali Inspectors, eg. in the 38/// Report, p. 16 ; in the 40/f/ 
Report, pp. 28, 121, 160, 179; and in the 41st Report (for 1904), 
pp. 18,92,93, 132, 147, 151 ; the final result being that much 
progress had been made in this direction, but that full success 
had not yet been attained. The same observation is made 
in the 42;/^/ Report (for 1905), pp. 153 and 156. 



Fig. 517. 


Ljungh {Chem. Zeit., 1909, p. 143; 6hem. Centr,, 1909, i. 
1201) describes the testing of the waste gases from the catalytic 
manufacture of SO.j for the acid contained in them ; his method 
presents nothing new. 

E. Purification of Sulphuric Acid made by Catalytic Processes. 

The sulphuric acid made by contact-processes, especially 
by the Grillo-Schrdder process {supra, pp. 1 309 ct seq) is coloured, 
dark by impurities, probably of organic nature. AccordingJt£> , 
Max Liebig (Gcr. P. 164722) it can be easily purified, in every 
state of concentration, by lead or barium 4)»roxide, in the c^d. 
Lead peroxide, eg., is added to it, with constant stirrigg, in 
slight excess, until it is i|b more dissolved, but forms a brown ■ 
precipitate. The acid during this treatment gets heated, 
wherefore in the* case of fuming acid the addi^jon of PbOg 
must take place*gradually. The acid is^then passed thwugh a^ 
sand filter; it is as clear as water, •does not darken later on 
and is free from impurities, especially SOjj^nd iron, except 
traces. Fuming acfd does not become as clear as water, 
but takes a yellowish colour. Otl^er oxidising agents, like 
nitric acid, permanganates, or hydrogen .pero^fide, do^not act 
in the same way. , * 
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F. Mmiufactnre of SO ^ from Byf\oducts. 

' Acid-tar {sludge-acid), as obtained in the chemical treatment 
of petroleum, paraffin, and the Y^^{i)ide supra, 1 179), is utilised 
for the manufacture of SO3 by J. D. Starck (B. P. 12028 of 
29th August 1889) in the following manner: — The acid-tar 
is fed in at the lower end of an inclined iron retort, within 
which revolves an endless screw, for the purpose of drawing 
outwards the residual coke-like mass. The sulphur dioxide 
and water produced are freed from water and hydrocarbons 
by means of a condenser and wash-chamber ; they are then 
dried in a sulphuric-acid tower, mixed with a suitable propor- 
tion of dry air or oxygen, and conducted through a tube 
containing platinised asbestos or other contact-substance. The 
SO3 produced is condensed or absorbed in sulphuric acid, and 
the residual SO^ is passed into ordinary vitriol-chambers. 

llyxoTcry of sulphuric anhydride from waste materials con- 
tainmg such, as obtained in the manufacture of coal-tar colours. 
— This is the objecii of a-' proposal of Schulze-Berge (Ger. P. 
35620), who employs a partial vacuum for distilling SO3 from 
such mixtures by means of ^ special apparatus. Already, on 
8th August 1885, E. D. Kendall (Amer. P. 323583) prescribes 
the distillation in a parlial vacuum for recovering the SO3 
from a mixture of fuming sulphuric acid with organic sub- 
stances, in order to lower the temperature and to produce 
, less JjQg- 

^ Gmehling (Cheni. Centr,, 1906, i. p. io6o ; /. Soc, Chem, Ind., 
191a, p. 376) describes the manufacture of SO3 from the gases 
obtained in the ext^-action of copper from low-grade ores in 
ChijQ, by the Scbroder-Grillo process (p. 1389). A yield of 
90 to 96 per cent, of the theoretical Amount of SO3 is obtained, 
with a consumption 0^075 kg. of fuej. for i kg.^S. 

Carey, ‘ijesbp, and the United Alkali* Company (B. P. 
i03i>of 5th June 1909) treat the waste gases from the Claus- 
'Chance process, coni2cimx\g*sulphuretted hyd 7 'oge 7 t,iox the recovery 
of alkali-waste irf the following manner The gases are passed 
with air through a furnace to burn the* into SOg, then 
dried in a tower by sulpiiuric acid, and then passed over or 
thrOugjj a catalytic [igent, such as platinised asbestos or iron 
oxide, maintained at a suitable temperature, to obtain SO3. 
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According to thj Alkali Inspectors' Reports^ No. 38, p. 15, this 
process was successful on the small scale, but was found too 
expensive to be introduced into actual practice. Report No.4^, 
p. 78, states that an experimental plant, erected in 1903, had 
been stopped after exhaustive trials. The results obtained 
were said to be satisfactory, but the ccfet of dealing with such 
large volumes of gases would probably be too great. 

The United Alkali Company (Ger. P. 157589) passes H.2S, 
mixed with air, over finely divided platinum or other contact 
substances, thus producing the reaction: H2S + 202= H2SO4. 
The contact - substance is .spread on a stratum of sodium 
sulphate. This treatment has been found successful for the 
waste gases from the Claus-Chance process, containing about 
1*5 per cent. HoS and 1*5 per cent. SOg, unmixed with air, 
which are passed through an iron apparatus, the first section 
of which is filled with broken bricks or the like and heated 
up to about 540° by outside fire, and the second sectioi^ with 
the contact-mass. The first section causes the heating-up 
of the gases to about 538”, and a yield ftf 90 per cent. The 
waste heating-gases from the first section are passed round 
the second section, in order to keep the temperature of the 
contact-mass at the requisite height. (This process is evidently 
identical with that which has just be(¥n mentioned.) 
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OTHER PROCESSES FOR MANUFACTURING SULPHURIC ACID 

All the other processes which have been proposed for produc- 
ing sulphuric acid, numerous as they are, can be dismissed with 
a very few words, since not one of them has had any technical 
success or promises to become successful in the future. The 
details can be found in the places quoted. 

I. Processes Dispeijshig zviih Nitre. 

Qossage (patent of 6th October 1857) burns sulphuretted 
hydrogen from soda-waste, cools the products of combustion, 
allows them to ascend in a coke-tower fed with water, runs the 
solution of sulphurous acid thus obtained down another coke- 
tower supplied with hot air, 1#^ which the SO., is partly changed 
into SO4II.2, and conveys the remaining SOo into a lead 
chamber, where it is coiiipletcly oxidised in the usual way. 
According to Gossage’s own avowal (Hofmann, Report by the 
Juries^ 1862, p. 9) this process is not practicable. 

I^eVrie (patent of ist November 1852) allows a mixture of 
gjjlphur dioxide and water, heated to 300°, to meet a spray of 
wat€;r in pipes of earthenware or iron filled with silica or finely 
divided platinum, etc;, 

Jlouze propos^i {Alonit. Industr.^ vii. p. 65) to bring sulphur 
dioxide, aiir, and steam into contacU^in stoneware vessels at a 
temperature a little Ijelow red-heat, Similar , vessels are said 
to permit cii,^tilHng the acid by means of heked air or super- 
heated steam without any bumping. 

Surcouf^(Fr. P. 310600 of 7th May 1901 J manutactures 
sulpliuric acid horn sulphur dioxide (and nitric oxide from 
ammonia) by means of ozone, heating th6 apparatus from the 
outside by steam or hot gkses, in order to hasten the reaction. 

'Deacon shq^wed yn 18/1 {Chem. Trade /., 1889, vol. v* 

• 14«*2 
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p. 193) that a mixture of SO^ and atmospheric air in the 
presence of a solution of cupric sulphate is converted into* 
sulphuric acid, iflit this seems to have become very little known. 
Later on the same invention was made by Roessler, and was 
specially applied to the absorption of acid smoke ; it has been 
described on pp. 528 et scq. It is hardly applicable to the 
manufacture of sulphuric acid proper, but possibly to that of 
copper sulphate from waste sulphur dioxide. The same process, 
extended also ‘to salts of manganese, iron, or tin, has been 
patented by Clark (for Daguin), 3669 of 1888. 

Scbillot (Ger. P. 109484) passes SO^ and air through towers 
packed with pumice, and receiving steam and more air, at 
temperatures below the boiling-point of sulphuric acid, without 
any nitric acid. 

Hahner (B. P. of 28th March 1854) employs chlorine in 
the presence of aqueous vapour for oxidising SO^. The same 
process has been patented by MacfaJanc (B. P. of 14th Jayuary 
1863). 

The Consortium fiir clectrothemische* Industrie at Nurn- 
berg (Ger. P. 157043) produces at the same time sulphuric and 
hydrochloric acid by allowing a mixture of SO^ and chlorine to 
act upon water or aqueous hydrochloric acid in such quantities 
that on the one hand highly concei'ftrated sulphuric acid, free 
from HCl, flows out, and on the other hand gaseous HCl 
escapes from the apparatus, according to the well-known 
reaction: SO.2+ 2H.,04-Cl2=S0JT2+2HCl. The lyflierto 
difficult separation of hydrochloric and sulphuric acid is effected 
by employing a “ reaction-tower,” filled with \ones, into which 
enter pyrites-burner gases and chlorine, §nd which is fed wTth 
only so much water as corresponds to the fofmation of ga^yous 
HCl and sulphuric acid df 65 to 80 per cent. According to 
the Ger. P. iS 7 S>M of thy same firm ai^ excess of. chlorine is 
employed, which Secures the obtention of hydrcKhlyric acid free 
from sulphuric acid, whilst, when working according 4 o the 
first-mentioned patent, in the case of irregular curj'ents ®f gas, 
SOg and Cl ma^ get into the condensers fc^ HCl and there 
form H2SO4, which Jontaminates the hydrochloric acid. This 
is avoided by working with an excess of chlorine. (Their 
.B. P. 14342 of 1902, taken out together witlj Asken^sy and 
Mugdan, is for the same, process.) * 
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Bender (Ger. P. 195810) subjects a mixture of SOg and O, 
with or without N, to the action of an oxy-hydrogen flame, e.g. 
by heating water in a furnace like a gas-proclucer up to the 
point of decomposition, burning sulphur at the same time and 
exposing the SOg formed in the presence of an excess of 
oxygen or air to the action of the oxy-hydrogen flame. The 
latter furnishes both the heat necessary for the process, and the 
water required for the formation of HgSO^. The presence of 
nitrogen is useful for this process. In this way about 90 per 
cent, of the theoretically possible quantity of sulphuric acid is 
obtained (Fr. P. 377442; Amer. P. 900688). 

Kiihne (B. P. 17520 of 1908; Ger. P. 203541 ; Fr. P. 393460 
exposes sulphurous fumes purified from flue-dust, and mixed 
with air and water or steam, to the action of a source of light, 
rich in ultra-violet rays, such as a mercury vapour lamp, 
enclosed in a quartz globe. The SOg is thus almost completely 
converted into HgSO^, even when only i per cent, is present in 
the air. Aqueous solutions of SOg, mixed with air, may be 
treated in the same manner. 

Coehn and Becker (Ger. P. 217722) cause the combination 
of SO.> and O by exposing^he mixture to ultra-violet light- 
rays at temperatures above 300“. The mercurial lamps 
employed for generating ^uch rays must not be constructed on 
the lines most suitable for illuminating purposes, but they must 
work with low mercurial vapour pressures, which at higher 
, tempei;atures allow of attaining a very rapid chemical action. 
(Jhe application of ultra-violet light for oxidising SOg is 
already mentioned in B. P. 10881 of 1904; it is at the present 
odiy of scientific interest.) 

flaJlock (Amei^ P. 930471) subjects SOg to the influence of 
an ionising agent, eg, radio-active nlaterial in the presence of 
oxygen ; SOg is thfere^>y produced. , , 

Conia^-pf'oeesses,— In Chapter XL, whbn treating of the 
contaoL-processes for the manufacture of fuming sulphuric acid 
or of SO3, we have mentioned several inventions which at the 
same time aim the production of hydrated sulphuric acid. 
There are also proposals for manufacturing this by contact- 
processes from the •outset. 

Thu^s Cottrqll (Aper. Ps. 866843 and 866844) mixes the . 
gases coiAing from the contact-mass with aqueous vapour in 
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such proportions that the whole of the SO3 is converted into a 
mist of H2SO4, which is thereupon separated from the gases 
by passing the tnixture into a rotating shell within which are 
several concentric spaced cylinders forming “ a series of func- 
tionally operative annular channels.” A liquid seal guards the 
fitting of the non-rotating inlet and delivery pipes. 

By Electricity. 

Reynoso, in 1875, obtained a patent for causing electric 
sparks to pass through a compressed and cooled mixture of 
sulphurous acid and atmospheric air. The formation of SO^ 
from a mixture of 2 vol. SO^ and i vol. 0 by the electric spark 
was first observed in i860 by H. Buff and A. W. Hofmann 
{Ann, Chem. Pharm ^Q,yX\\. p. 129); Deville {Bull. Soc. Ckem. [2], 
iii. p. 36G) has observed that in the presence of strong sulphuric 
acid, which absorbs the SO3, the whole gaseous mixture can be 
united to form SO3 in this way. 

Wacker (Ger. Ps. appl. W10532 of 189^^ and 10591 of 1895) 
proposes to prepare concentrated sulphuric acid by electrolysing 
water or dilute sulphuric acid through which a continuous 
stream of SOg is being passed. He employs an earthenware 
vessel, divided into two cells by a porous earthenware dia- 
phragm. Into the anode cell a slow stream of SO^ is introduced. 
In the cathode cell a magma of sulphur is formed, but little 
HgS being given off. If hydrochloric acid is added, no ^ufj^hur 
is separated, the chlorine formed by electrolysis directly oxidis- 
ing the SO2. Other oxygen carriers may a’^o be employed, 
such as sodium chloride or sodium sulpjiate, which acts by 
forming persulphuric acid; or else chlorates, nitrates, anjd so 
forth. [This process, in its present form, is a very peculiar 
one,] Cf. also Van Denb^rg’s patent, p. 1452. 

A. C. Johnson •(’A men P. 659236) sends a serigs^of electric 
sparks into a chamber ''ontaining vaporous sulphuric- acid gas 
[?] and introduces oxyhydrogen gas, which is explgHed by the ' 
electric spark, whereby the acid-laden particlesiof moisture may 
be precipitated [i^. 

C. B. Jacobs (Amen P. 704831 of i^th July 1902) forces SOg 
through a porous anode, and oxidises it by the oxygen of water 

decomposed at the anode. The SO.> is oxidised in fhe lower 

• 
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region of the bath, and the oxidation product is retained remote 
from the cathode. A sufficient current-density is maintained 
at the cathode to prevent the access of SO^ t6’ it and to cause 
the rapid escape of hydrogen. The inventor claims Ind.^ 
vol. X. p. 602) to attain an electrolytical efficiency of 54 per 
cent, with a potential difference of 2 volts and a current density 
of 1 5 to 20 amperes per square foot of anode surface. 

A new process for the electrolytic preparation of sulphuric 
acid is described in A. Fricdlander’s Ger. F. 127985. Dilute 
sulphuric acid or water is electrolysed with application of 
diaphragms in such a manner that at the same time sulphur 
dioxide is pas.sed into the anode cells, separated from the 
cathode cells in such a manner that the gaseous contents 
cannot communicate, keeping the contents under the requisite 
pressure, and conducting away the heat of reaction by internal 
or external cooling. In the cathode cells the reaction is 
IG+SO^. The hydrogen is conducted away; the 
SO^ ions migrate through the diaphragm to the anode, where 
they find SOo and reactAvith it thus: SOi-[- 500 = 2803. The 
liquids remain perfectly clqar, and there is no separation of 
sulphur, as in previous attdBipts at the electrolytic preparation 
of sulphuric acid from SO.^. 

Boehringer and Sohi'.^ (Ger. F. 117129) attain the same 
object by adding to the sulphuric acid in the anode cell 
manganous sulphate, which serves as an ox\’gen carrier and thus 
converts SOo into sulphuric acid, ultimately up to sp. gr. 178. 

Kitsec (Amer. P. S69094) combines SOg and 0 in the 
prespnee of moisture by “the action of an electric current, 
ai^fapted to modify the chemical conditions of said gas to 
convert the sameunto sulphuric acid.” 

Johnson (Amer. F. H25057) saturates 20 per cent, sulphuric 
acid with SOg ami submits this solution to electrolysi.s, with 
application of lead electrodes; the cathode 'receives a copper 
covering. The result is sulphuric acid of 30 per cent. A 
portion of fhe acid is now withdrawn, the remainder is diluted,, 
saturated with 90 g, and the electrolysis repeated. 

Salom (Amer. F. 755247) oxidises SO^ in contact with water; 
by electricity in a’numbe. of superposed vessels, each of which 
constitutes an electric cell. 

Basset (B. F. 21475 of 1907 ; Fr. F. 370170) describes a cell 
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in which a solution of SOg in dilute HgSO^ is one electrolyte, 
and a solution flf NoO^ in dilute sulphuric acid the other 
electrolyte. Th« reaction is : SO., + N 0 ^ + HgO = HoSO^ + N O. 
The NO is oxidised into NOg outside the cell. 

Fischer and Delmarcel (/. Soc. Chcni. hid., 1910, p. 694) 
describe experiments on the electrolytic oxidation of SO.2 in 
aqueous solutions. 

Briaille (B. P. 22434 c>f 1908; Fr. P. 393665; Amer. P. 
928864) describes an apparatus for obtaining sulphuric acid 
from SOg, at the same time concentrating and purifying it, by 
the electric current. 

Garroway (B. P. 1755 1903) passes purified pyrites-burner 

gases into towers, together with air, previously ozonised by 
alternating-current electricity of high intensity and containing 
nitrogen oxides. 

Riesenfeld (Ger. P. 229274) obtains an almost quantitative 
oxidation of SOo to SO3, by the action of electric spark^n ^ 
roaster gases, or other mixtures containing SO.2 and O-,' keeping 
the temperature during the whole processfor at least towards 
the end, below 46°. At such temperatures the reaction of 
ozone is not: S 0 g+ 0 ;> = S0;{-fO2, but 3S0.,-l-03= 3SO3. Air 
alone may be sent through an ozoniser and brought into action 
with SOg below 46' . 

Fcrrosilicium in the granular state is employed as a contact- 
substance by A. von Griitzel (Ger. P. 157767), placed between 
the poles of a dynamo machine. By passing SO.2 and ^\^ter, 
eventually also air, through the apparatus, sulphuric acid is 
obtained without the intermediate formation of ‘:ulphur trio^ide. 


II. Sulphurig add from Sulphates. 

The neutral sulphates t)f the alkalies, the alkaline earths, 
and lead are as* good as unchangeable at a .red-Keat. The 
acid (primary) sutphater of the alkalies are first cFianged into 
pyrosulphates (2NaHS04~ NagSgO^-jt H*gO) ; and. the latter 
afterwards split up into neutral sulphates# and sulphuric 
anhydride. Thijf reaction, for obvious reasons, cannot be 
thought of for the manufacture of s*jlphurie acid proper, but 
only for that of fuming acid, under which head it has been 
noticed (cf. supra, p. 1268). 
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Most of the oilier sulphates are no better adapted for the 
manufacture of sulphuric acid. Only thosb whose metallic 
radicals are but very slightly positive, more particularly ferric 
oxide and alumina, and the acid sulphates of other radicals, 
yield up their sulphuric acid at a comparatively low temperature, 
and consequently all ;ar the greater part of it undecomposed \ 
the other sulphates split up at a much higher temperature, 
mostly decomposing into metallic oxides, sulphur dioxide, and 
oxygen, yielding only a small portion of their sulphuric acid as 
such or as anhydride. Even if it were otherwise, their high 
price would make their employment for the manufacture of 
sulphuric acid impossible ; most of them arc themselves pro- 
duced by means of ordinarily made sulphuric acid. From even 
the cheapest and most easily decomposable of all the sulphates 
in question, ferric sulphate, only fuming oil of vitriol can be 
made, and that only under especially favourable circumstances, 
ab<^shown, p. 1265. 

TJi’li .'^i;ily remain the sulphates occurring in some abund- 
ance in nature as such, vfz., those of baryta, lime, and magnesia. 
The first of these has hardly ever been seriously taken up for 
this purpose ; but the sirf|)hatcs of lime (gypsum) and of 
magnesia (kieserite) have very frequently been the objects of 
inventions in this line (se*£ below). 

Employment of Bisiilphatcs {Nitre-cake^ etci ), — The Soc. Dior 
fils (Fr. P. 417816) makes sulphuric acid from alkaline sulphates 
or bhsulphates, to which is added bauxite or aluminium sulphate, 
by heating in a muffle, so as to liberate SO.^ and SO3, which 
are Uien transformed into pure concentrated sulphuric acid. 
The aluminium s^ilphate, etc., is extracted from the residue 
with water and \vs treated with CO^, to obtain an alkaline 
carbonate*. An addition to this© patent provides for the 
addition pf coke<lust to the aboVc-described mixture ; this 
mixture is' heated to ‘iicx)° to 1250'’ in a muffle furnace. When 
the mixture begins to lose its black colour 'and white specks 
appear, it , is withdraw!? from the furnace and treated as, 
above. 

Zahn (Fr. P. 389898; Amer. P. 921*329) adds to sodium 
bisulphate just siKfficient..water to form hydrated sulphuric acid 
and the normal sulphate ; say 6 or 7 kil. water to 100 
bisulphate. Part or the tulphuric acid escapes on heating, 
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while the mixture becomes pasty, and in thii^ state it is intro- 
duced into a muffle and calcined. 

Prud’homme#(Fr. P. 400030) obtains SO3, or a mixture of 
SO., and O, by heating natural or artificial sulphates in an 
electric furnace with simultaneous formation of anhydrous bases. 
By adding SiOg, or Al^O-j, or to the sulphates, the decom- 
position of the latter is rendered more complete. 

Uebel (Gcr. P. 226110) exposes bisulphatc in a finely divided 
state to the actron of superheated air, or steam, or fire gases, in 
a tower, the bottom of which consists of a calcining-hearth. 

Benker (B. P. 1844 of 1907 ; Ger. Ps. 204354 and 204703; 
Amer. P. 899284; Fr. P. 381863) mixes nitre-cake with fine 
sand, or finely divided silicates, or anhydrous sulphates of Na, 
K, or Ca, in such proportions that the mass does not fuse on 
heating. Sulphuric acid may be distilled off and anhydrous 
Na.^SO^ remains behind, without the destruction of the apparatus 
which takes place when the bisulphate by itself is strjjji^ty" 
heated. His Gcr. P. 204703 gives the following i -w^uctions. 
One hundred parts neutral sodium sulphaU and 25 parts nitre 
cake, both in the state of powder, are introduced into a heated 
muffle furnace, where the mixture at once gives off sulphuric 
acid without getting into the fused state. When the develop- 
ment of acid ceases, again 25 parts ftitrc-cake are added, but 
without any more neutral sodium sulphate, and this proceeding 
is continued, until altogether 100 parts nitre-cake have been put 
in upon 100 parts neutral sulphate. Now half of the ^Ifarge 
is drawn out of the furnace, and the remaining half is sprea^d 
out, so that more nitre-cake can be put in, and so forth, without 
ever having to put in any more neutral suljjhate. The sulphufic 
acid vapours pass first through a cooler, where acid of 55" Bg. is 
condensed, amounting to about one-half of the total acid present. 
The vapours coming awaylfrom the cooler, c(?nsistin^ of H2SO4, 
SO3, and steam, are taken through a coke-filter, whej-e by means 
of a little steam ^cid of 40^" to 50” Be. is condensed. If i^were 
intended 'to produce anhydrous SO.., especial condensing -plant 
would have to be employed for the condensation of hydrated 
acid, and another*such plant for condensing the SO3 in the last 
stage of the process. 

Sulphuric Acid from Calcium Sulphate .— enormous 
quantities of sulphuric acid occurriftg in nature in the* shape of 
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gypsum or anhyc^ite, and nearly worthless in this form, have 
occasioned many proposals for their technical \itilisation. 

- Tilghman (B. P. of ist February 1847) passed steam over red- 
hot gypsum ; CaO is said to remain behind, and 0, and a 
little S03to escape. For the identical process, Polony obtained 
an Austr. P. in 1887 angezv. Chem., 188S, p. 57). 

Cary-Mantrand (Barreswil and Girard, Diet. Chim. bid., i. p. 
37) exposes ignited gypsum to a current of dry 1 1 Cl (whence 
does he get this ?). CaCl, is formed ; and SO^, 0, and SO3 
escape. The same inventor decomposes a mixture of gypsum 
and coal at a red-heat by HCl gas, whereby CaCl.^, CO, II^S, 
and S are formed. 

O. Siemens {Dingl, polyt, /,, clxix, p. 207 ; Wagner’s 
Jahrcsber.y p. 208) decomposes a fused mixture of gypsum 
and common salt by steam. There remains behind basic 
calcium sulphide with a little Na^SO.^, and NugS^O^; the 

geVj/s given off arc SO.,, HCl, and H^S ; the latter is removed 
by conOu-.-^g CO., and steam at the same time into the melted 
mass (?). This process is the subject of strongly adverse 
criticism by Buff (Wsigncv'sja /iresber., 1864, P- 170), who shows 
that the decomposition ob^rved has been produced merely by 
the red-hot iron which forms the material of the apparatus. 

Kuenzi (Wagner’s Jak/esber.., 1858, p. 95) fluxes gypsum with 
quartz, sand, clay, etc., to an easily fusible slag, whilst SO.^ and 
, 0 escape. The same proposal was made by Fremy, and also 
, by AVphereau {ibid., 1865, p. 271), by the latter for the purpose 
qf utilising the oxygen as well. 

O. Schott {Dingl. polyt. /., ccxxi. p. 442) ignites sodium 
sulphate, gypsum, aqd coal in order to obtain a frit for glass- 
making ; the S02'-^s to be conveyed into a lead chamber along 
with the other gas and converted into sulphuric acid. 

Martin {Bull. Soc. Chim., xxi. p.'*47) prescribes making an 
artificial sulnhide by smelting 1700 parts of gypsum, 1000 of 
ferrio'oxide, and 500 of coal in a blast-furnAce ; this is to be 
" burnt like , natural sulphides. In this case at most a monor 
sulphide of iron' will be obtained, and that will cost more thaq 
the best pyrites. ‘ 

Scheurer-Kestner assorts that calcium or magnesium sul- 
phate,^ when calcined with ferric oxide, preferably together wit^ 
fluorspar^ gives off sulphuric anhydride. 



FROM CALCIUM SULPHA"'" 1451 

Basset (Fr. B.^ 33 1897) iwakes calcium si^hate, mixed with 
carbon and tar, into balls and heats these in a retort. The 
escaping gases ire washed with water; the COg coming out ffe 
used for decomposing the CaS produced, and the H^S thus set 
free is burnt, the SOo formed being converted into sulphuric 
acid. 

Caimmings (Amcr. P. 342785 ; B. P. by Lake, 7355 of 1886) 
calcines a mixture of gypsum and clay in a suitable kiln ; a 
hydraulic cement is formed, whilst SOjj, SOg, and 0 are expelled, 
and are converted into sulphuric acid in the usual manner. 
[This is utterly hopeless with such dilute gases.] 

Kdhsel (Wagner’s 1856, p. 57) decomposes gypsum, 
reduced by coal (that is, CaS), by carbonic acid, burns the tLS 
given off to SO^, and conveys the latter into lead chambers. 

The same proposal has been made several times later, in 
connection with special proposals for utilising the Ih^S, of which 
only that of Chance (.r;z/;v>, pp. 121 and 518) has bee n ^o uai^^ 
be practicable. At the present prices of pyrit#i? ^en the 
Chance process docs not seem to be economical in its application 
to gypsum. 

Claus, Baranoff, and Hildt (Ger. P. 104188) treat a mixture 
of calcium sulphate and coal in retorts The gases formed by 
the reaction CaSO.,4-C.3=CaS + 2C03?:ontain up to 90 per cent. 
COg and less than 7-5 per cent. CO. They are made to act on 
CaS in the presence of water, so that CaCO-j and H^S are 
formed. The H^S is passed into retorts containing anhyJrous 
CaSO,^ at a red-heat. Here the reaction is : 

sCaSO^ + 4H3S - 3CaS + 4SO0. 

This is always the initial reaction ; but if an excess of Hg'S is 
employed, this acts in the ftascent state on SQ^ and free sulphur 
is formed by Dumas’s reaefion : 

S02+2H,,S = 2H20^+3S. 

Von Seckendgrff (Wagner’s Jahresber., i8ft, p. 54) decom- 
poses gypsum by h ad chloride at 75° into CaCl.2 and PbS04. 
A mixture of the latter salt (5 mols.) ^ith hyclrochloric acid of 
33“ Tw. (4 mols.) at 75° C. almost entirdy dacompos^s into 
PbClg (which is used for, a new operation) and sulphuric acid 
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yhich is decantec and concentrated, the disfilling HCl being 
:ondensed). ^ 

Shanks patented Seckendorff’s process for England (9th 
October 1854). 

Margueritte (patent of 22nd December 1854) decomposes lead 
Dhosphate by hydrochloric acid ; hereby PbClg and phosphoric 
icid are formed ; the latter, ignited with gypsum, yields calcium 
Dhosphate and sulphuric anhydride. The calcium phosphate 
ind lead chloride, boiled together, regenerate lead phosphate, 
ilong with CaClo, which is worthless ; so that the hydrochloric 
icid is always lost. 

Ikndiner (Wagner’s 1858, p. 102), Fleck {Fahr, 

vo7t chem. Prod, aus t liter. Ahf alien. ^ p. 13O) Eeinsch (Wagner’s 
lahresber., i870,p. 167), and other authors mention the utilisation 
of the sulphuric acid of gypsum by treatment with a solution of 
ammonium carbonate, whereby ammonium sulphate is formed. 

^'^rocess has been used in France for some time, but it acts 
only incompletely. 

Van Dcnberg ‘(Amer. P. 642390) electrolyses calcium 
sulphate in a furnace in a n^lten condition in the presence of 
an excess of oxygen, therc^ forming SO3, and subsequently 
hydrating this. ^ 

Anzics (Fr. P. 420675) calcines a mixture of 408 gypsum 
with 148 ferric oxide at 800'’ to 1500”) passes the mixture of 
SOa^and 0 thus obtained over oxides of manganese, tungsten, 
molybdenum or thorium at a temperature above 200°, in order 
to start the combination of SO2 and O. 

^ Wedekind & Co. (Ger. P. 232784) roast a mixture of calcium 
sulphate, sand, and s<b much pyrites that the heat produced by. 
th(J*‘ burning of fhc latter is sufficient for decompo.sing the 
CaS04 by SiOg. ^The B. P. is 20i|S6 of 1910, and the Fr. P. 
419871. ;The Amcix P. of F. Meyer and Wedekind & Co., 
1008847, is‘*'for the same process. , 

riilbert (Ger. P. 2®776i) makes SO,, together with glass, by 
heating calcium sulphate with sand and alkaline sulphates. 

Trey (Z. angew. Chem., 1909, pp. 2374 to 2377) describes his' 
laboratory experiments on the production of sulphuric acid 
fr'Qm gypsum by heating with pure silica or sand, also with 
addition.of 0'5‘per cent, feg'ic oxide. In all cases the reaction 
took place pretty quickly and practically completely, but the. 
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H2SO4 driven out was decomposed at the h^h temperature of 
the process into SO2O and HgO, so that the |ases would have to 
be subjected to ^ catalytic process, in order to obtain SO3 eft* 
H2SO4. 

III. Calcining Pyrites withrSalt. 

Kenyon and Swindells (B. P. of 21st ^May 1872) calcine the 
chlorides of sodium or potassium with iron- or copper-pyrites, 
and treat the gas with nitric or chromic (!) acid in high towers, 
in order to convert the sulphurous into sulphuric acid ; at the 
same time chlorine is given off. Wagner (Jalireshcr.^ 1874, p. 
272) points out that in this process the sulphuric acid must 
remain behind in the shape of alkaline sulphates. 



CHAPTER XIII 

l?Y-rRODUCTS OF THE MANUFACTURE OF SULPHURIC ACID 

The most important of these in the case of cupreous pyrites is 
the copper itself, together with the iron oxide (obtained in this 
case in a sufficiently pure form), sometimes also with silver; we 
shall treat this subject more in detail later on. From non- 
cupreous pyrites, however, iron and zinc are only exceptionally 
obtained. Wc do not, of course, refer to metals the production 
. f;which is the principal object of the whole process. 

thallium and selenium may be mentioned as by- 
products of sulphuric-acid yaking. 

I. The Cinders fr^ Non-enpreous Pyrites. 

We have described their composition, suprh^ p. 446. They 
are frequently used as balhst for making roads ; they yield very 
firm, dry, and even roads, which, however, are soon ground into 
dust by vehicular traffic, and in wet weather are then very 
mud^’y. Besides, the rain-water washes out iron and zinc 
sulphates, and may carry^ these into neighbouring wells (Sar- 
razin^ Arch, Pharm.., ceix. p. 418). 

• These cinders hAve frequently been proposed for the absorp- 
tion of sulphur ettedPiy dr ogen gas y and really seem to have been 
here and .there employed for purifykig coal-gas and for disin- 
fecting cesspools {Z, fur Chem. Ghssgew.y i. p. 70). This, 
however, cinpot, be done extensively, *as the 'cinders do not act 
anything like so energetically upon HgS as precipitated ferric 
hydroxide 07 bog-iron ore, and therefore the purifying-apparatus 
would have to be made of enormous dimensions. Probably 
more success is obtained when using Kiose cinders in the 
manufacture of ferrous sulphate for neutralising the sulphuric 
acid formed in the oxidation of bituminous lignite slates; 
[ormerly metallic iron used to be employed for this purpose. 

1454 . . 
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It has also been proposed to utilise thefcyrite's-cinders or 
the “purple ore^ (see below) for decomj^'sing solutions of 
alkaline sulphides, but in this case the action is too imperfect. 
But after converting the ferric oxide into a " ferrite ” by ignition 
with soda, the compound thus formed has an energetic action 
upon solutions of alkaline sulphides, upon which are founded the 
processes of Arrott and of Ellershausen (see Vol. III., 3rd ed., 
pp. 310, 31 1). 

A. and P. l 3 uisine (see Vol. II., 3rd ed., p. 423) employ 
moistened pyrites-cinders for absorbing hydrogen chloride from 
gases containing very little HCl. Or else they convert them 
into ferric sulphate [Comptes rend., 1892, cxv. p. 51) by heating 
with sulphuric acid 60" Be. not above 300° C. The resulting 
grey mass is hardly solublcf in water, but becomes soluble by 
hydration at somewhat higher temperatures. The product can 
be employed as a very cheap ferric salt, or it can be converted 
into ferrous sulphate by digestion \\ith iron. [This is in 
very easy, as I have convinced myself, ferrou&#^^^nate is 
manufactured in this manner both more* cheaply and more 
conveniently than by dissolving scrap-iron in sulphuric acid. 
The mass obtained by heating the cinders with Glover-tower 
acid is dis.solved in hot water, the solution is digested with 
scrap-iron until the reduction to FeS04 is complete, evaporated 
to 2 f or 28" Be. (measured at 90"' C.),and allowed to crystallise, 
a number of strips of iron being suspended in the vat] 

Ferric chloride can be made by absorbing the gase^ ^rom , 
salt-cake furnaces in cylinders charged with pyrites-cinde^;^, 
which takes place with evolution of heat 

Buisine (Ger. F. 73222) also describes *1 process for recover- 
ing from pyrites-cinders ferrous sulphate and free sulphur b)^the 
following reactions : — 

r'fe,t):, + 3H,SO, = Fe,(S0j3^3H,0, 

F4,S,,+ 2H.,S()4 = 2KeSO, + S + 2lf„S; 

FeS + H^SO^ = FcSO,+-H.,S, 

H,S + f 4 (S 04 ):, = 2FcSO^ + H2SO, + S,* 

3H.,S + H.,S 0 ^ = 4S + 4H0O. 

The ultimate products of these rejKtions, apart from steam, 
are only ferrous sulphate and free sulphur, wliich are^ easily 
separated. 
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Arnois (Amen P. 413428) seeks to convert^burnt pyrites into 
useful paint by treating it at a dark red-heat in an ordinary 
Atmosphere with a mixture of calcium carbonate and common 
salt in various proportions. [No doubt the treatment applied 
to the residue from the manufacture of Nordhausen acid {suprcl^ 
p. 1263) might be applied to pyrites-cinders as well ; but only in 
the case of very pure ores, like the Aguas Tenidas, can products 
be obtained of sufficient purity for the above-named purpose.] 

A considerable quantity of pyrites-cinders is used for 
manufacturing iron-cenicnt. 

Mills (Ger. P. 86589) proposes to reduce pyrites-cinders to 
iron protoxide" for use as a black paint or in pharmacy. The 
cinders are sifted, ground, mixed with “amorphous” metallic 
iron (probably “ spongy iron ” is meant, cf. below), and heated 
to a red-heat in the absence of air. The quantity of metallic 
iron required depends upon the percentage of Fe203 and PcyO^ 
pfV^^i^t in the cinders; the latter requires much higher 
temperaiutoi.. for reduction. For pharmaceutical purposes the 
impure protoxide thus olStaincd is dissolved in dilute sulphuric 
acid, precipitated by caustic-soda solution and the dried 
precipitate reduced by iron.^ [There are several doubtful points 
in this proposal ; in no case will real protoxide, FcO, be obtained 
as a final product.] ‘ 

Manufacture of Iron from Pyrites-emders. 

I'be most important use of pyrites-cinders is for the manu- 
facture of iron, either in blast-furnaces or in Uie manufacture of 
wrought-iron from pig-iron in puddling-furnaces, Siemens-Martin 
furnaces, etc. '' * 

♦Formerly ordinary pyrites-cinders (from non-cupreous ores) 
could nof be employed for making if on, because they contained 
at least 4;per cent, awd usually morothan this,.of sulphur. One 
of the first s'tteVnpts at utilising such cinders Tf^r the manufacture 
of irdh was made at the Chauny works, which, in 1873, exhibited * 
iron^made from non-cupreous pyrites-cinders, desulphurised by 
repeated roasting in a Ferret’s kiln in^thiu layers. For this 
purpose the plates of this kiln were charged alternately with , 
cinders and with fresh pyrites, the heat produced in the burning,; 
of thQ latter oausing a supplementary roasting of the cinders ' 
• (Hofmann’s AVr., 1875, P- ^64)- 
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Since that tijne very much progress his been made in 
treating the pyrites, both lumps and small, in such manner 
as to desulphurise it more completely ; but this can only b6 
done if the ore is pure, i,e, contains very little or no zinc and 
lead sulphides. Such pure ores can be burned in lumps down 
to 2-5 or even 2 per cent., and in the shape of dust even below 
I per cent, sulphur in the cinders, and in this case they can be 
smelted like ordjnary (somewhat impure) iron-ores. In England, 
during 1902, the maximum percentage of sulphur allowed by the 
iron-works buying pyrites-cinders was 2 per cent, in Germany 
1*5 per cent 

It has frequently been attempted to employ the cinders of 
small ore in larger quantities for smelting in a blast-furnace 
without stopping it up, by conglomerating them in different 
ways, but without much success. A I^ritish patent was taken 
out by J. Cahen for this purpose (lOth June 1875). He mouldy 
the cinders into suitable cakes with tar, peat, and lime.stor^5^,^md 
smelts these in a blast-furnace; the pig-iron is sai#tcf be very 
pure, the sulphur being absorbed by the ‘lime, and the peat 
assisting in the formation of volatile phosphuretted hydrogen (?). 
J. L. Bell also moulds the small ore with lime into bricks, which 
harden by drying, and uses them in a blast-furnace. All such 
artificial conglomerates are soon crusfied by the great pressure 
in the blast-furnace, and thus act like the loose powder, 

Plenzel (Ger. P. appl. Hi 2573) mixes pyrites-cinders with 
from 5 to 40 per cent, ground clay and a little waUr, and« 
charges the mixture (which may be* previously moulded inio 
bricks) by means of spades into a blast-furnace. The powdered 
ore is kept together by a superficial fusion of the aluminium 
silicate, but remains porous and permeable for the reducing 
gases. [One cannot undq^-stand how such a simple Application 
of extremely old tophnical principles could form thej subject of 
a patent.] 

The Georg-Marien-Hiittenverein (Cer. P. 6io6i)* heats 
bricks, moulded from pyrites-cinderA, by a speciafl fire fo the 
sintering point. , 

Wiist (Ger. P. 82120) mixes pyrites-cinders with 7 per cent, 
silicate of soda, moulds the mixture #y pressing, and exposes it 
at a moderate temperature to the action of carbonic acid, by 
which free silica and sodium carbonate are formed. The silica 
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acts as a cement \ the sodium carbonate promotes the fusion of 
the slag, and prev\^nts the sulphur contained in the cinders from 
passing into the pig-iron. [If the application 6f silicate of soda 
is not too expensive, its decomposition would be more easily 
and quickly obtained by the waste acid liquors formed at most 
works.] 

The Duisburg Copper-works (Ger. P. appl. D6242) mix 
pyrites-cinders with ground furnace scale (magnetic oxide of 
iron) or similar slags, if necessary also with lime, mould the 
mixture into bricks and dry these. According to whether lime 
has been employed or not, from 5 to 20 per cent, of slags is 
required. The product is .sufficiently firm for use in blast- 
furnaces ; owing to the admixture of slag, it is also porous and 
actessible for the reducing gase.s. 

Meves (Ger. P. 154584) makes bricks of pyrites-cinders by 
the assistance of peat-waste, etc., for use in blast-furnaces. 
'"'^^Coniette (Fr. P. 409001) describes the preparation of 
brlquctttes»^»’'pm pyrites-cinders for blast-furnaces. 

In England, bricks df purple-ore are made without any 
cementing substance, mer^ by strong pressure, for use in 
Siemens-Martin furnaces angeiv, Chcju,, 1894, p. 9). 

Richters {Dingl. polyt. /., exeix. p. 292) investigated the 
application of pyritcs-cif^ders in a coke blast-furnace by the 
analysis of all the product.s. With a charge of 38 calcined 
magnetic iron-ore, 1^ black band, 25*5 cinders (containing 
4*35 V5(r cent. SO3 and 1-53 S in other form.s), and 35 limestone, 
under especially favoural?^e circumstances, pig-iron with only 
0-02;? per cent, of sulphur was obtained ; when, however, the 
telnpcrature was lovjer, even with only 12 pyrites-cinders to 
53.^ other iron-oi»e and 33-5 limestone, the pig-iron showed 
0-049, 0 088, 0-096, 0-224 per cent, of sulphur. With a mixture 
of 19-2 pyrites-cinders^ 46-5 other irop-ores, 30- j limestone, and 
4-2 potsherds the sulphur in the pig-iron varied from 0-033 to 
o-o6o«per cent. ; by adding another 3-77 potsherds the sulphur 
was increased to o- 1 10 to 0-146 per cent. The pig-iron poorer in 
sulphur always contained a great deal of silicon, up to 3'4^5 
cent. 

The cinders from roisting Schwelm pyrites are said to 
furnish an exce[lent ipaterial for Bessemer pig, as they contain 
.very littl6 phosphonus and* copper, which are so injurious to 



IRCTN FROM PYRlTEg-CINDEKS 


1469 


the quality of steel. F. Schmidt {Berg- u. hiitten. Zcit., i8y8, 
p. 68) states the composition of these cinders^s follows : — 


Ferric*bxide 

• 90-S471 ^ 

Ferrous oxide 

. 0-520/ 

Iron bisulphide 

. 0-574 

Lead sulphide 

0-142 

Copper sulphide 

0-026 

Manganous oxide . 

- 0-463 

Alumina 

. 1*448 

Lime 

. 0-388 

Magnesia 

, 0-220 

Sulphur irioxide 

MIO 

Phosphorous pentoxidc 

. 0-035 

Silica 

• 3'447 

Moisture 

. 0-897 

99-817 


Paur (Ger. P. 8730 of 22nd May 1879) proposes to treat the 
crushed pyrites- cinders with a solution of alkaline 
ganate, by which sodium sulphate and MnOo are "Phe 

first is washed out, and the residue lornns a manganiferous 
iron-ore, free from sulphur (but in all probability far too 
expensive). 

The Elektrische Zinkwerke at Duisburg-Hochfeld (Ger. P. 
173103)* first dcsulphuri.se pyrites-ciifders containing zinc, on 
the two hearths of a reverberatory furnace, with utilisation of 
the gases from the hearth next to the fire-bridge, charging them 
first on the remoter hearth where the sulphur is driven ojiffand 
then moving them on to the first hearth, where they are mixed 
with a reducing agent (carbon in some form). When the .zinc 
has been driven off here, the heating is raised to the point t)f 
fusion, whereupon the mass is run out. Instead of movingjthe 
desulphuri.sed cinders fron^ the second on to the first hearth, 
they may be left in their ^lace, and the way of firing may bh 
changed in such manner that the second heaiith ^receives the 
first fire-gases, aitd the first hearth the gases coming froin the 
second. 

The Internationale Wasserstott i\. G., Emnkturt (Ger. P. 
220889) employ p) : It^s-cinders, completely freed from sulphur 
and volatile metals by heating, for tht^ prepaitition of hydrogenj 
as they ate easy to reduce to metallic^iron, owing to their 
porosity and their resistance to fusidn. 
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According lo^nem. Zcit. Rep.^ I9ii,p. 496, several Upper 
Italian factories uave recovered pig-iron ♦from pyrites for 
' several years past by the electrical furnace of (Jarcano. A ton 
of iron costs 48s., and it contains 0-039 to 0-058 per cent. S, 
0-063 to 0-075 per cent. P., and 2 to 4-5 per cent. Si. 

Recovery *of Zinc from Pyrites-cinders. 

Pyrites containing zinc, such as the We.stphalian ore from 
Mcggen, cannot possibly be desulphurised in 'the burners so 
well as purer ore, owing to the great heat required for decom- 
posing the zinc sulphate. The cinders from such ores contain 
both too much sulphur and too much zinc to be useful for the 
manufacture of iron without a special treatment for removing 
these impurities. 

P. W. Hofmann (Z. Verein. dentsc/i. Ingen., xviii. p. 521) 
proposed the following process for utilising the cinders from 
—^stphalian pyrites, which sometimes contain 6 per cent, of 
ziR?^^iu^cinders contain the zinc as sulphate, which is only 
decomposed at a rn-uch higher temperature than is attainable 
in a pyrites-burner. The zinc. sulphate can be washed out by 
water at 40“; but it contaiffs too much iron sulphate to be 
saleable. If, however, a solution of 1-25 sp. gr. be mixed with 
a proportion of NaCl equivalent to the sulphuric acid contained 
in it, and heated to 30^ C., a liquor of 1-38 sp, gr. is obtained, from 
which, on cooling, such a quantity of Glauber’s salt crystallises 
thaUthis alone pays all expenses. The mother-liquor contains 
chloride of zinc with mere or less common salt and the 
sulphates of iron, zinc, and sodium. If evaporated to 1-60 sp. 
gf:, all foreign s^lts are separatee, and a solution of zinc 
chloride, with me^e traces of sulphates and of iron, remains 
behind, which can be employed directly for pickling railway- 
sleepers. The residue from lixiviatihg the sulphates is allowed 
to lie a f^w, d^ys in'the air to dry; mosL*ol it then falls to 
powdfir. When this is passed through a sievtj, the fine dust is 
found to b(? almost freq, from sulphur, the rougher particles 
containing near^ all the sulphur in the shape of FeS. The 
dust might be employed in a blast-furnace. 

At the Aussig worki formerly the crude zinc sulphate 
obtained in just the same way was formerly worked up by the 
addition ‘of calcium* chloride (waste lye from the recovery of 
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sulphur) into “pearl-hardening” and zinc ch^ride. Owing to 
the want of a sufficient market, this maniifacture has been 
discontinued. 

Creutz {Chem, huL^ 1883, p. 258) remarks that Hofmann’s 
process has not been much used, because the reactions are not 
so smooth as he represented. The sodiupi sulphate remaining 
in the zinc-chloride liquor is prejudicial to its employment for 
pickling timber. Nor were better results obtained by mixing 
the solutions of* sodium chloride and zinc sulphate in the cold, 
as recommended by the Amer. P. 236051. The formation of 
double salts of zinc and sodium is the cause of this difficulty. 

It is therefore best to employ calcium chloride {cf. above) in the 
following manner : — The pyrites-cinders are exposed to the 
weather as long as possible to oxidise the iron and manganese 
compounds and the sulphurous acid. They are then lixiviated 
with cinders containing 3 per cent, zinc; a solution of zinc 
sulphate is obtained of sp. gr. m6, containing next to no irc*i ’ 
and only traces of manganese and cobalt. This licj^r is ini?«d 
with waste calcium-chloride liquor from the; Weldon process, of 
sp. gr. 1116, leaving a small excess of zinc sulphate. Calcium 
sulphate is precipitated and is filtered off. The clear liquor, of 
sp. gr. I 075, is boiled down in an iron pan with top heat, and 
a little bleaching-powder is added to pipcipitate manganese and 
cobalt as peroxides. At a concentration of 1-5, the last traces 
of calcium sulphate arc precipitated, and the clear liquor now 
contains only zinc chloride with a little zinc sulphate, no ^ore 
than is contained in the liquor obtained by dissolving*scrap- 
zinc in commercial hydrochloric acid. This o^'oeess has the 
drawback of requiring fuel for boiling down the liquor, but •it 
furnishes a liquor entirely fit for pickling \vopd. The expense 
of boiling down is savedo when the crude solution, of ?inc 
chloride is treated for th^ preparation of einc hydrate ((cuu 
purifying soda-li^i^prs fronf sulphides) by*additipn of^ lime, and 
filtering through a sand filter. ^ 

Egestorff’s Salzwerke (Ger. P. 237^2)* purify pyrjtes-ciaders 
from zinc by weathering, lixiviating, adding to the liquor 
calcium or bariurft Ccyrbonate, and treating it with a current of 
air. In this case the iron is quickly |)recipitated, and there is 
obtained on the one hand an iron-ore free from zinc, on the 
other hand zinc salt free from iron. 
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The K6nigsK'”itte Berg- und Huttenverwaltung (Ger. P. 
28465) roast pyritas-cinders, containing zinc, 'A^ith common salt, 
%.md lixiviate with weak hydrochloric acid. The liquor in case 
of need is freed from copper and is cooled down to such a 
temperature that sodium sulphate crystallises out. The zinc 
remains in the mother-liquor, and is recovered in the usual 
manner, probably chiefly in the shape of crystallised zinc 
sulphate. 

Kosmann {Fischer's Jahtrsber.^ 1886, p. 268)“ regards all the 
processes hitherto employed for the above purposes as of 
doubtful economical value. 

Herberts (Ger. P. 38780) treats pyrites-cinders containing 
zinc in an iron boiler under pressure with steam ; the sulphates 
of zinc and iron are dissolved, ferric oxide remains behind. 
Another patent of the same inventor (Ger. F. 41333) contains 
some improvements. 

Riemann (Ger. P. 38072; Fischers Jahresher,^ 1887, p. 510) 
CG-:tends t^iat only a third part of the zinc is dissolved in this 
manner. He therefore feturns to the roasting with salt, but 
adds ferric sulphate, obtained by treating ground pyrites-cinders 
with hot sulphuric acid. K mixture is made of the cinders 
with 8 or 10 per cent, of crude ferric sulphate, and 15 or 18 per 
cent, of common salt, and is roasted for several hours in a 
reverberatory or muffle furnace, with access of air, at a 
temperature not exceeding 500"’ C. The product can be 
lixiviated with water alone, without adding any acid; the 
washed residue contains only 1 or 1-5 per cent, zinc, 0-3 or 0-6 
sulphur, and 55 iron, and is therefore a useful iron-ore. The 
liquor contains any copper present in the ore, zinc chloride, and 
sodium sulphate. . These salts cannot be separated, as asserted, 
by boilin.g down to sp. gr. 1-53, owing to the formation of double 
-.“pits of zinc and nodium, but by conrentrating the liquor, when 
at sp. gr. l'32 fo 1-36,'' in the cold by means oT a vacuum. It is 
clain\ed that this process really permits of utilising the cinders, 
from German pyrites, hitherto so troublesome. 

Electricity also been invoked for precipitating the.zint 
from the liquors obtained by the above-mentioned processes, 
but this does not ::eem to, be economical. 

Perino (Ger. P. 46748) makes an intimate mixture of the 
, ore wiih “ferric’ nitrate, and exposes this to gentle heat; about , 
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50° nitrous fumes are evolved and zinc sulphate is formed, 
whilst the iron sul|)hide is less easily acted u|on. The process 
is finished at ab«ut 1 50° or 200°. [This cannot pay, even wherr* 
recovering as much as possible of the nitric acid from the 
fumes.] 

From the zinc solution, obtained by roasting the cinders 
with salt and lixiviating, a valuable paint can be obtained by 
precipitating, with a solution of barium chloride, a mixture of 
barium sulphate and zinc sulphide. This mixture is called 
lithopone and is largely employed as a non-poisonous substitute 
for white lead. It was exhibited at Dusseldorf in 1902, by the 
Schalke Chemical Company, which prepares it from the cinders 
of Westphalian pyrites. 

Kellner (B. P. 7028 of 1901) grinds pyrites-cinders, treats 
them with aqueous sulphurous acid in order to convert the 
zinc into bisulphate, oxidises this by air to sulphate, converts 
this into chloride by means of NaCl or KCl, and electrolyses 
the ZnCl,. 

Wikander (Gcr. P. 158087 of 1903) passes through the 
cinders, at a temperature of about 550^ HCl gas or a mixture 
of this with air, thus converting the zinc into chloride which is 
recovered by lixiviation. In this way the cinders may be 
treated in the shape of lumps, without grinding, as gaseous HCl 
penetrates much better than aqueous hydrochloric acid ; it also 
acts on the iron compounds much less than the liquid acid. 
The slight quantity of iron dissolved may be remov^^ by 
addition of zinc oxide. Cinders cont^ning 5 to 7 per cent. Zy 
have been advantageously worked in this mai iier, recovefing 
90 per cent, of the zinc present with an expenditure of 5 to *7 
per cent. HCl. After this treatment the cinders, now ne^ly 
free from zinc and sulphur can be used in blast-furnaces. 

Thwaites (B. P. 275i5*of 1906) lixiviates the cinders awfT 
uses the liquid ovsr and over again for the same pjirpose until 
sufficiently conceTitrated, oxidising by air if desirable^ and 
taking out the copper by scrap-iron.* From the •solution of 
zinc thus obtained most of the sulphate of iron may be removed 
by crystallisation ;*th^ remainder of the iron may be precipi- 
^ tated by zinc oxide, or by caustic or^ carborfated alkali. The 
same inventor, B. Ps. 24847 and 27426 qf 190J, first adds to 
the liquor, from which the copper ifiay or may not hive been 
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removed, zinc oxide or carbonate, or both, then oxidises by air 
or by a suitable d[^idising compound, separates the precipitate 
' ’ formed, adds a suitable sulphide to precipRtate Cu, Pb, As, 
Tb, and Cd, removes the precipitate and adds a soluble sulphide 
in proportion insufficient to precipitate the whole of the Zn as 
ZnS. As a final step, after removing the white ZnS, the rest 
of the ZnS and any Mn, Ni, and CO may be precipitated by a 
soluble sulphide. His Ger. P. 218870 provides for the recovery 
of cobalt from the liquid filtered from the zinc precipitate, by 
treating it with an oxidising agent. 

Kaiser (Ger. P. 189313) drives out the zinc from pyrites- 
cinders in the metallic form in an electric furnace by suitable 
treatment with reducing gases, whilst the iron remains in the 
furnace in the metallic form. 

Edclmann (Ger. P. appl. E11865) removes the zinc from the 
cinders by sulphatising roasting in kilns, filled with roof-shaped 
packing, over which the finely ground cinders run down, SOg 
being passf'^ in at the^ bottom, and the necessary heat being 
produced by heating-tubes in the lower part of the kiln. 

Siemens and Halske ^er. P. 233252) add common salt to 
the cinders, remove the sodium sulphate by freezing out of the 
solution, precipitate the Zn by means of calcium carbonate, 
collect the ZnCOg, convert this into sulphate by addition of 
sulphuric acid and obtain from this the zinc by electrolysis. 

The Metals Extraction Corporation, Limited (Ger. P. 224922), 
extfii^ts the zinc from pyrites-cinders, etc, by an aqueous 
solution of SOg, saturaf’ed at least under the pressure of l 
atm. 

Recoi)crj of Thallium and Selenium. 

In the flue-dust and the chamber-deposit of many descrip- 
-t^ns of pyrites the rare metals selatium and thallium have been 
found. Tl)(^ fqrmer has hitherto no industiial application, apart 
fromtthe employment of crystalline selenium' in photometry, as 
its electrical conductivity' changes in proportion to the intensity 
of'the light that falls upon it. 

Thallium^ however, is manufactured on a comparatively 
.large scale at Aussig an(t Mannheim ; and it might possibly be 
found useful for optical glass, replacing the alkali : owing to its 
very high atomic weight (204) it gives, together with red-lea^ 
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and quartz, the specifically heaviest and consequently the most 
refractive glass hitherto known (Lamy). 

The preparafton of thallium from the flue-dust of WesU 
phalian pyrites has been described by Schaffner (Wagner’s 
Jahresber.^ 1871, p. i). The flue-dust was collected in a large 
brick chamber without being exposed the action of nitrous 
vapours, the chambers being fed directly with nitric acid. It is 
coloured by ferric oxide, contains much arsenious acid, ferric 
sulphate, some *zinc oxide, lead oxide, traces of antimony and 
silver, thallium sulphate, etc. Carstanjen (Wagner’s jahresber,^ 
1868, p. 10) found in it 3*5 per cent, thallium. On the sides of 
the chamber crystals were found of the compound AsgO^ and 
SO3, discovered by Reich. The flue-dust is lixiviated by boiling 
with steam, with the addition of a little sulphuric acid, as a 
portion of the thallium seems to be present as basic sulphate, 
which would escape solution. After settling, the clear portion 
is siphoned off and filtered through calico ; the residue is boiled 
again. From the liquid the thallium is ]>»recipita^d as pretto- 
chloride. The very impure reddish precipitate is washed with 
cold water and converted into sulphate by hot concentrated 
sulphuric acid, the heating being continued till all excess of acid 
is driven off. The sulphate is dissolved in water, filtered, and 
again precipitated by hydrochloric atfd, the TlCl now being 
separated almost in the pure state. If it is not yet pure, 
especially if it contains arsenic, the operation must be again 
repeated. In order to remove all arsenic, sulphiy^ted 
hydrogen is conducted into the solutk)n of thallium sulphatg 
which precipitates all the arsenic together with small quantities 
of thallium ; the latter is precipitated from the filtrate By 
hydrochloric acid as perfectly pure TlCl, afid converted gito 
sulphate as above. The sulphate is reduced to* metallic 
thallium by dige^thig its ^lution in a pprc^lain or etonewairf 
dish with metallic ^inc. The spongy metal obtain^ is washed 
with distilled water, pressed between blotting-paper, and melted 
in an iron or porcelain crucible, hydl-ogen or coa 4 -gas bfeing 
conducted througfj to prevent any oxidation ; ^he heat should 
not be too strong, Because it might volatilise the thallium. 
The melted metal, similar to mercury? is cast*into small rods in 
paper moulds. It should be kept in boiled .wateii free frqpa airj 
the vessel being closed whilst the water is boiling; tut even 
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then the latter after a short time shows an alkaline reaction. 
It is best kept il(^ a solution of zinc sulphalte. It can also be 
obtained well crystallised by Woehler’s process, viz., by suspend- 
ing in the thallium solution a beaker with its bottom cut off, 
and its lower part closed with a bladder tied round : this is 
filled with water up t(t the level of the solution outside ; a zinc 
plate is suspended in the water, and the latter connected with 
a platinum wire, which dips into the thallium solution and is’ 
bent into a spiral below the bladder. 

Krause {Dingl. polyt. /., ccxvii. p. 323) observes that the 
treatment of thallium protochloride with concentrated sulphuric 
acid is very unpleasant work in large quantities. He has found 
that the decomposition can be quickly and completely effected 
by a weak solution of Glauber’s salt, say 4’" to 7" Tw. He 
lixiviates the fine dust in a cask with water and steam, siphons 
off the settled liquid into a second cask, and adds to this 
solution of thallium sulphate hydrochloric acid ; the TlCl 
sUosidcs ver’ quickly, if the liquid is well agitated, for instance 
by a current of air-. After a short rest the clear liquid is run 
off, the cask is filled up wi^ pure water, heated by steam, and 
crystallised sodium sulphate added till the solution shows 7" Tw. 
After strong agitation the decomposition is complete, and the 
liquid is siphoned off i]*fto a third cask, which is placed some- 
what lower ; here it is acidulated with sulphuric acid and the' 
thallium precipitated by zinc. Like Schaffner, he washes the 
spoftge with water free from air, presses and melts it. This 
process permits working, continuously and without contact with 
fire^ 

’ Nietzki has mad^, very detailed communications on thallium 
(\\[agner’s jahreshr.^ 1876, p. 4). He found in the flue-dust of 
the Duisrburg chemical works, where Westphalian pyrites is 
‘-ujed, o-i to 0-2,'" sometimes even j per cent, thallium. The 
prccipitatiop ae TlCl is incomplete ; it is fiMc that TlCl, which 
is sokible in 500 parts of water, is much less so in the large 
excess of » hydrochloric' acid actually employed ; but there 
remains even then 10 per cent, of the thallium present in {he‘ 
mother-liquor. Much more complete is the precipitation of 
.thallium by poti'ssium 'iodide as Til, even from very dilute 
solutions of flije-dust Therefore both the mother-liquors from 
the Tier precipitate and the dilute extractions of flue-dust are 
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afterwards treated with KI. By boiling the Til with sodium 
sulphide the iodifle is recovered as Nal ; j.nd the insoluble 
TI2S is worked up for Tl^SO^ along with the TlCl. From the 
sulphate the thallium is obtained by electrolysis, to avoid its 
contamination with zinc. In this case crude thallium sulphate 
‘ can be employed ; whilst direct reduction with zinc is trouble- 
some, owing to the evolution of arseniuretted hydrogen and the 
reduction of ferric salts, the ferrous sulphate soon forming a 
crust over the *zinc and making it inactive. Nietzki even 
employs KI for volumetrically estimating thallium ; but the 
solutions must not be too dilute. 

Stolba's process (Wagner’s Jahresbcr.^ 1874, p. i), allowing a 
thallium-alum or thallium-iron alum to crystallise from con- 
centrated solutions of flue-dust, is only adapted for substances 
extraordinarily rich in thallium. 

Woehler {Ann. Chem. Pharm., clxiv., p. 74) states that 
thallium is more simply produced by fluxing the chloride with 
sodium carbonate and carbon. Twenty parts TKii, 8 parts \)f 
dry NaCO.{, and i part of lampblack are nfixed together and 
fluxed in a fireclay crucible at a moderate red-heat. A small 
loss occurs by some chloride volatilising ; this can be avoided by 
stirring up the mixture with water, dryiiig, and then fluxing. 

Selenium was discovered (in 181 7 ) by Berzelius in the 
chamber-deposit of the sulphuric-acid works at Gripsholm, at 
which Fahlun sulphur (obtained in roasting ores) was used 
It also occurs in volcanic sulphur, e.g. 0-264 per cent. i<i®th( 
solfataras of Naples, according to PI ipson {Chem. News, v 
p. 337) — principally, however, in many descriptions of pyrites^ 
so that the chamber-deposit of the Mansf^ld* and Oker work 
is the best source of it. Selenium occurs in •several allotrof^i 
modifications, in regard to which we must refer our rehdeis b 
the chemical treatises. Its^specific gravit;^ is'given as 4-26 tJ 
4*8, melting-point •400'', boiling-point about 7eo'’4 Seleniun 
always occurs in*very small quantities ; .but its charact^isti 
reactions cause it to be easily discovered, and it becomes ver; 
much concentratecj in the deposit of flue-du^. Some Har 
works’ deposit is said to contain 10 per cent., that of th 
Eisleben works 9 per cent of seleniuifi ; annually several cwi 
are obtained in this way (Bdttger and ..Kemper, Warner’ 
Jahnsber., i860, p. 169)., On seledium in French sulphuri 
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acids communications have been rnade by Kuhlmann, Personne, 
and Scheurer-Kertner {ibtd.^ 1872, p. 246/; cf. also Lunge 
'‘"tiChon. Ind, 1883, p. 128) and Davis (/. Soc^Chem. Ind.^ 1883, 
p. 158). 

The deposit contains free selenium, as the selenious acid 
formed by burning is reduced by sulphurous acid. Otto 
{Lchrhuch d. Chem., 4th cd., i. p. 633) digests the deposit, 
previously washed with water, with aqua regia to oxidise the 
selenium, adds sulphuric acid, evaporates to dryness, driving off 
the other acids, treats the residue with water, and from the 
solution, by cautious addition of ammonium sulphite, first 
precipitates white mercurial chloro-seleniate, then from the 
filtrate, by more ammonium sulphite and sulphuric acid, the 
selenium itself. From the mercurial precipitate the selenium 
can be obtained by oxidising with nitric acid, evaporating, 
neutralising with sodium carbonate, fluxing with potassium 
nitrate, boiling with hydrochloric acid in order to reduce SeO^ 
to^SeO.,, at-d precipitating the selenium from the solution 
by SO.; 

Liebe (Wagner’s Jahpsber., i860, p, 178) extracts the" 
oxidised mass, after evaporation with sulphuric acid, with 
water, neutralises with soda-ash, evaporates to dryness, mixes 
the residue with an equ^l weight of sal-ammoniac, calcines the 
mass in a porcelain dish (when the sal-ammoniac reduces the 
SeO.^), and washes with water, pure selenium remaining behind. 

fef'ttgcr (DingL clxxvi. p, 405) extracts the selenium 

from the chamber-deposit washed with water by means of a 
concentrated solution of neutral sodium sulphite, and filters 
it into dilute hydr/^chloric acid, which at once precipitates 
thp selenium. ^ 

Nilsdn (Ber.^ vii. p. 1719) describes the working-up of the 
^I'^hlun qhamber-deposit for selenium. This cannot well be 
done by (Otto’s process; it is better to'' employ potassium 
cyan^'de, 2 parts of which yield i part of selenium. The washed 
deposit needs only to be digested with a concentrated solution 
of potassium cj^anide at 80'' to loo^'C. till, its red colour has, 
just been turned into pure grey; the residue is washed with f 
‘boiling water, filtered, ^and hydrochloric acid added to the " 
solutipn ; selenium, at once precipitates in cherry. red flakes, 
as the liberated selenocyanic acid is almost instantaneously 
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decomposed into selenium and hydrocyanic acid ; the sulphur 
dissolved at the s 4 me time remains in solution as sulphocyanic 
acid. The selenium thus obtained contains only a little coppeaf*' 
iron, and perhaps traces of mercury ; it is obtained quite pure 
by dissolving- in nitric acid, evaporating to dryness in a water- 
bath, subliming the anhydride in a current of dry air, and 
treating its solution with sulphurous and hydrochloric acids. 

Kienlen {Jhill, Soc. Cheni. [2], xxiv. p. 440) showed that the 
selenium, being’ reduced by SO.^ in the Glover tower, is dissolved 
in the sulphuric acid, to which it sometimes imparts a blood-red 
colour. When diluting the acid with three times its bulk of 
water, the selenium is precipitated. Glover acid contains up to 
17-3 mg., chamber-acid 22-3 mg. per kilogram. If such sulphuric 
acid is employed for the manufacture of hydrochloric acid, 
the selenium is volatilised together with HCl and is deposited 
in the first receivers as a reddish mud containing 41 to 45 per 
cent. Sc, whilst the hydrochloric acid holds up to 21-4 mg. Se per 
kilogram. The selenium is extracted from the m\j^d by chloftne, 
which forms selenious and selenic acid. When the red colour 
has been destroyed the mass is filtered, the filtrate is boiled 
with hydrochloric acid, and the selenium precipitated by sodium 
sulphite. 

Borntrager {Dingl. polyt. ccxkii. p. 505) found in the 
red mud from Glover-tower acid (made from Rio-Tinto pyrites), 
after washing and drying, 12-60 per cent. Se (with 76*30 PbS04, 
etc.). He obtains the selenium from it by heating it in fi»eclay^ 
retorts at a red-heat, with exclusion air, as a black metallic 
sublimate, which is freed from AS2O3 and £ -0^ by washing 
with strong caustic soda. 

Divers and Shimo.se [Chem. Neivs^ No. I 25 < 5 ) found in sulphuric 
acid made from Japanese Brimstone 0-37 g. telluriun^ and 0*15 
g. selenium perjitre, and in the sediment from the, same 
10*5 per cent, selenium and l-2 per cen*t. tellurii^! Shimosd 
(zbtd.y No. i26o)1further describes the process employed fey him 
for separating .selenium and tellurivm, viz., neutralising the 
sediment with sodium carbonate, removing fthe selenium by 
digesting with coiiLclit rated solution of potassium cyanide at 
a gentle heat (at first cold), diluting the mixture with water, 
and heating nearly to boiling. The sojution^ containing the 
selenium, is treated with hydrochlcftric acfd in order separate 
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the Se; on the other hand, the sediment from which the 
cyanide solution has been decanted yields^ tellurium by a 
4 ;j:,eatment with sulphuric acid and a little Tiitric acid, and 
passing H2S through the solution obtained. 

Koch (Gcr. P. 167457) recovers selenium from the flue-dust 
of the lead chambers, by treating it with sulphuric acid of 
moderate concentration (50° Be.) and potassium permanganate 
at 50"" to 60°, adding NaCl, diluting the liquid, filtering and 
precipitating from the filtrate the selenium by reducing-agents. 

The process described by Littmann (originating from L. 
Deutsch), by which selenium is recovered from the sludge of 
Glover- towers, has been described supra, pp. 1070 ct seq. 

Thrclfall {Roy, Soc. Proc., Ixxix., A. p. 167; Chem. Centr.^ 
1907, ii. p. 124) purifies selenium by dissolving in nitric acid, 
boiling off the excess of the latter, subliming the SeOg, 
dissolving it in water and filtering, precipitating free Se by 
reduction with HCl and SO.,, washing with water, again 
coiy/erting ijjto SeO.^ apd subliming this in a current of air 
in order to remove any traces of tellurium. Selenium after 
this treatment shows absol^ly no Hg, only 0 00038 per cent. 
As, or less than o*oi per cent. SeOg. 

II. The Extraction^ of Copper frotn Pyrites-cinders, 

This manufacture cannot properly be regarded as a by-work 
done^in sulphuric-acid making ; with as much, if not with 
greater, right the lattej^ might be considered a secondary 
branch of the extraction of copper, since in the cupreous ores 
thr value of the eppper mostly exceeds that of the sulphur 
contained in them,; but if the value of the final products be 
counted, that of the sulphuric acid ^certainly mostly far out- 
•■iiy^ghs that of thet copper. Even in the large English works 
now^adays the eistractfon of copper from the cinders is rarely 
carrieejout in* the chemical factory itself; the former operation' 
is co;ncentra^ed in a few, works erected in the centres of the 
chemical trade, vihich receive the burnt ore frpm a whole group 
of chemical works. One of the largest pyrites-mining companies, 
the Tharsis Sulphur- and Copper-extracting Company, supplies 
its ores to the consumers only on condition of returning the 
burht oVe io the copp'er-wor^s belonging to the same company. 
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A similar establishment was founded at Duisburg by a number 
of Rhenish manilfacturers, likewise based oij the extraction of 
Spanish pyrites^cinders. Although the production of copp€r 
thus does not belong to the usual cycle of vitriol- and alkali- 
works, yet it is most intimately connected with it, especially in 
Great Britain; and a description of tha«t production does not 
seem out of place here. 

The percentage of copper in the ores in question (c/. p. 79) 
is mostly so small, rarely above 4 per cent., that its extraction 
by smelting would, not pay. This can only be made possible 
at the outset by carrying on the first necessary operation (the 
calcining or burning) in such a way that the calcining-gas does 
not go away into the air, but is taken into lead chambers and 
sulphuric acid made of it, which helps to pay for the ore. But 
something else is necessary in practice. The cinders from 
burning the ore are still toe poor in copper to be smelted in 
the usual way. They might possibly be smelted for “coarse 
metal,” with a mixture of a little green pyrites, siliceous sand, tind 
slags ; and this coarse metal might be sent* to copper- works for 
further treatment ; but in that case only a portion of the copper 
would be obtained, and the expense would be barely covered. 
When the quantity of poor ore coming into the market became 
larger, this way of utilising it was out of the question. Other 
drawbacks in smelting for coarse metal, as they were observed 
at Oker, will be mentioned below. 

Accordingly, since 1865, the copper of poor ores is^fways#' 
extracted in the wet way. From tdme immemorial the pit- 
waters arising from weathered ore have been precipitated by 
metallic iron, and ccment-cofper obtain(jd • in this way ; 5ut 
the processes for converting the copper purposely into &uch 
compounds that it becomes capable of being dissolved and 
precipitated, all date from^a recent period. 'Exact ckscriptfCns 
of the former processes are found in Percy’s Metallurgy ^ more 
recent processes in Stolzel’s Metallurgies i. p. 714, iftid in 
Hofmann’s Ber. of 1873, p. 885 (this firticle is from the pfen of 
Professor Kerl). ^Most of the volumes of Wfigner’s Jahresber. 
contain the literature^of this branch. 

It is beyond the scope of this bo(Jk to efiter specially upon 
all the proposed or really carried-out ^roce^es for popper- 
extraction in the wet way; we nftist refer the reader fn rhe 
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authorities just mentioned, and we shall only describe in 
detail that process which for a number of^ years has been 
"^Aclusively employed for working up the cinderi' from sulphuric- 
acid works, viz., the roasting with salty followed by the pre- 
cipitation by means of iron. It appears that the interesting 
process of lixiviating by means of ferrous chloride, originally 
proposed by Schaffncr, but best known in the shape given 
to it by Sterry Hunt and Douglas, is not in use at vitriol- 
works or at the copper-works in immediate connection with 
these; we must therefore, in respect of this also, refer to the 
originals. 

The first attempts in this way seem to be referable to 
Hunt (B. P. 8356 of 21st January 184c), and especially to 
Longmaid (B. Ps. 9496 of 20th October 1842, and 10004 of 
1844). The latter exactly described the principles of the 
process, as it is carried out to the present day, certainly with 
a view- to making salt-cake and chlorine as the chief products; 
ancf he also vorked it ojut on a large scale ; so that he must 
be regarded as the founder of the wet extraction of copper. 
Certain small improvemenji' were patented at different times 
— for instance, by Gossage B. P. 13 177 of 17th July 1850. We 
find much later, in 1856, the process started with a good deal 
of noi.se as a novel one,* by Bechi, of Florence, and Haupt, of 
Freiberg, for working the ores at Capanne Vecchie (Wagner’s 
Jahresber,y 1858, p. 68). It is strange that, sixteen years after 
Xon^iijaid, such a distinguished metallurgist as Gruner should 
ascribe the success of Bf chi’s process less to the influence of 
the common salt than to the fine grinding. Bechi and Haiipt’s 
process was patented in England in the name of Ilahner, as 
B. }l. 571 of 7th* March 1856; it differs from Longmaid’s 
process m'erely by much greater complication, such as calcining 
TKfce tim^ instead pf once, and i^as long since been given 
up. Schaflh/?^ '(Wagner’s Jahresber.y 1862, 'p. 119; 1871, p. 
139) Improved the process in .several respects; but it was 
carried out ’on a large l,cale chiefly in England, by Phillips, 
Henderson, Tenliant, and others. 

Spongy iron was first employed by Gossage; it was again 
patented by Aas ift 1861, and by G. Bischof in 1862 (Wagner(s 
Jahresbpr,y 186^ p. 133, and 1863, p. 153). 

The prpces,s now generally employed in England has been. 
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principally described by Clapham (C//ew. News, xxiii. p. 26), 
Wedding and iflrich (Wagner’s Jahrcsber., 1872, p. 152), Gibb 
{Chem. News, kxxl p. 156, and several publications of Jtk: 
Tyne .Chemical Society), by myself {Dingl. polyt. cciv. p. 
288; ccxiv. p. 466; ccxv. pp. 54 and 229; ccxix. p. 323); the 
process at Oker by Briiuning {Preusc, Z. f Berg-, Hiitten- 
u. Salinenwescn, 1877, P* 15b). Several more recent descrip- 
tions, c.g. that^ by Egleston {FischcBs Jahresher., 1886, p. 170), 
contain nothing of any importance. A paper by Bode {Dingl, 
polyt. /., ccxxxi. pp. 254, 357, and 428) gives a very complete 
survey of all the previous ones. The notes of E. A. Mebus, 
published by JuriscH, are also of interest, especially concerning 
the recovery of silver {Chem. Ind,, 1894, p. 37^)- The process 
and plant used at Natrona, near Pittsburg, are described by 
Clemmer, Min. Ind., vii. p. 197, and ix. p. 283. Kothny 
{Metallurgie, 1911, viii. pp. 3S9 to 399) describes his investiga- 
tions on the chemical processes going on in the roasting of 
burnt pyrites with salt. In the following description the aJbove 
sources arc used, as well as notes taken by me at several 
copper-works. 

The three most important ores employed in the English 
sulphuric-acid factories contain from 47 to 49 per cent, of 
sulphur, and the following quantities of copper and silver : — 



Copper. 

Silver. ^ 


Per c’nt. 

Ounces (troy) 
ner ton. 

Rio-Tinto 

3-8o , 

• 1-20 

Tharsis .... 

3-50 

ft 0.75 

San-Domingo . . ' 

.ft 

3*70 

0-75 


(N.B.— An oifnce troy is = 480 gr. ; there 3/6^2*666 oz. troy 
to the ton.) * • 

The “ordinary copper-ores” at^Oker gener^By consist of 
60 per cent, irop-pyrites, 23 per cent, coppcf -pyrites, 6 blende, 
2 galena, 9 gangue (fcomplete analyses, p. 66). 

The percentage of sulphur in* the chiders as they are 
supplied by the acid-works varies extremely; hardly ever 
falling below 2 per cent., it sometfhies rises alcove !o*per cent. 



1474 


BYPRODUCTS 

I 

The latter, however, results from very bad work indeed; but 
4 to 5 per cent, is considered very fair work ; and as much is 
ittT^eed required for the wet copper-extractiorf. The sulphur 
may even amount to one and a half times as much as the 
copper, but no more. At Oker the cinders are delivered to 
the extracting-works with 5 to 8 per cent, sulphur and 6 to 9 
per cent, copper. If the pyrites arrives too thoroughly burnt 
from the acid-works, the copper-works add a little green 
pyrites in order to have sufficient sulphur for the first stage 
of their process. 

The following analyses by Gibb show the composition of 
the pyrites-cinders as the copper-works receive them : — 



Rio-Tmto. 

Tharsiii. 

San- 

Domingo. 

Yttor(i*n. 

(Norway.) 

Copper* .... 

1-65 

I -SO 

1-55 

1*01 

lion* .... 

3*64 

3*23 

3‘76 

3*33 

Sulphur* .... 

3-53 

3-15 

3*62 

3*10 

* Cupric oxidQ , . 

2*75 

2.56 

2*70 

0*39 

Zinc oxide . ^ " 

2*02 

0-55 

0*47 

6*46 

Lead oxide 

0.47 

0-70 

0*84 

0*06 

Silver .... 

Q^£>o 37 

0-0023 

0*0023 


Cobaltic oxide . 

0-007 

0*032 

0*033 


Bismuth oxide . 

0*013 

0*010 

0*013 


Calcium oxide . 

0*20 

0*25 

0*28 

2*30 

Ferric oxide 

,; 7-40 

77*00 

78-15 

68.06 

Sulphuric acid . 

6*10 

5*25 

5*80 

6*56 

Arsenic acid 

0*24 

0*17 

0*25 

0*05 

Insoluble residue 

1-45 

5-85 

1*85 ; 

8*74 

* r Total , 

99.46 

100*25 

99*31 

ioo*o6 


* Calculated as CuyS and I'eoS.}. 


Phillips states the *foll owing as the composition of cinders 
from*San-Domingo bre : — 


Sulphur 

. < , 3*66 

Arsenic #. 

• ^ * -' 3*25 

Irqr. ^ 

. 58*25 = 83*0 FcoOjj 

Copper 

. 4-14 

Ziiic . , V . 

• 0*37 

Cobalt 

. . trace 

Lead . 

. . 1*24 

Lime . • t * 

Insoluble 

. 0*25 

i*o6 

Moisti^re 

• 3-85 

Oxygen and loss • . 

, • 26-93 
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Wedding and Ulrich found in samples from Widnes {a) and 
Hebburn {b ) : — 



Sulphur. 

Copper. 


a. 

h. 

(i. 

h. 

Altogether .... 

4-12 

3-75 

4-o8 

5-75 

• 

Of this soluble in watei . 

„ 1101 . . 

In the residue 

iP«r coat. 

43-0 
, 55-0 
] 2-0 

1 

Per cent. 
37-0 
59-0 

4-0 

Per cent. 
46-0 
22-2 
31*8 

Per cent. 
26-1 
13-3 
6o-6 


i 

! 1 00-0 

lOO-O 

1 00-0 

lOO-O 


According to Hjclt the cinders from Spanish pyrites contain 


0-19 per cent, arsenic. 

The Oker cinders showed, 
work : — 

Pel coiit. 

Copper (principally as CuO) . 7-83 
Iron (principally as Fc.A,) . 40-53 


Lead (as PbO) . . . 2-09 

Silver o-oo8 

Zinc (as ZnO) . . . 1*95 
Manganese (as Mn/)^). . 0-40 


on an average of a month’s 

^ Per cfTit. 

Sulphur . • . . . . 3*8o 

Sulphuric acid (corresponding 
to 3-8 S) . . . .9-51 

Alumina .... 4-43 
Other gangue . . . 11*65 

• 


The sulphur must be mostly in combination with iron, since 
unbufnt crude ore could be seen as cores on breaking up the 
lumps. The sulphuric acid is partly combined with lim^^artl)^ 
with metals, probably, as may be info^'red from the well-kno)yn 
processes of roasting, in the first line with C uO and ZiiO, in 
the second line with FeO or Fe.,03. Fjorn this the following 
would appear to be the most probable •compbsition o^ the 
cinders ; — 


^ CuO ,0 

Per cen^ 

. ^'80 

¥e:p, . 

. 53 *M = 37 - 

•FeS, 

. 7-13 = 3-8 

PbO 

. 5-25 

Ag 

.• 0‘008 

ZnO 

. 2*43 


. 0-57 

SO., 

9.51 

ai;o 3 . 

4-43 

Other gangue . 

11-65 


100*918 
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These cinders were formerly utilised in small blast-furnaces 
7 ft. high, the first smelting yielding a rich 'coarse metal (55 
per cent.) and a litt’ie blister-copper. Higher furnaces could not 
be used, on account of the large percentage of FcgOg, which 
would have been partly reduced. The drawbacks of this 
smelting were the shqrt duration of the furnace-lining (forty- 
seven to seventy-two hours), and great loss of metal by the 
slag and the flue-dust. For this reason the smelting-process 
was abandoned later on, and it became quite general to work 
up the pyrites-cinders by the wet process. 

The cinders are first finely ground^ either by crushing-rollers 
or by edge-runners, and at the same time mixed with a 
sufficient quantity of sodium chloride^ usually in its cheapest 
form, viz., rock-salt. This addition, where the furnaces are 
worked by hand, varies from 10 to 20 per cent., on an average 
it is 15 per cent. But with the mechanical furnace (p. 1484) 
only salt per cent, of burnt ore is required. The ground 
mix»ture is pressed through a cylindrical sieve with eight holes 
to the inch ; the coarse particles are sent back to the mill, 
where they are ground d^n completely, so that the mixture 
always remains the same. The whole being finely ground, it is 
filled into old bogies and run on tramways over the calcining 
surfaces. 

At Oker the cinders are mixed with 15 per cent, (formerly 
20 per cent.) of Stassfurt potash salts (carnallitc), and are 
^^grour?d down to the size of 2 mm. The Stassfurt* salts contain 
the chlorides of magnesium, potassium, sodium, and calcium, 
all of which assist in the calcining-process. 

‘-Clemmer points^ out that, if the whole amount of cinders is 
ground to onre size, tliis may cause difficulties. If too fine, a 
slimy maos will be formed in the tanks, which hinders the 
leaching-process ; if too coarse, the chloridising-process and the 
time of leacjjing are too much prolonged. ' It is best to grind 
one-tlv'rd to pass through a sieve J-in. mesh, add the remaining 
two-fehirds cyiite fine, dshvering the entire product to the 
furnace mixed with the salt in the mill itself.. About one 
shovelful of salt is allowed to six of cinders. 

Tlie calcinaliom or routing takes place in furnaces of very 
different kinds. Thes,e may be classed as follows : — 

I. 6r(^nary reverheratoey furnaces ^ similar to black -asli 
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Three gas-producers furnish the gas for eight calcining- 
furnaces ; it passes from the main flue into <he flue E across 
tiie width of the furnace ; from this it rises through five vertical 


QQ 



flues G, each of them prd/*^ided with a damper; it then travels- 
through the flues F below the furnace-bed, then directly over 
the chaVgc and through the outlet M to the condensers. The; 
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air for combustion is introduced by two tiers of holes with 
slides in each of^the two furnace-ends (Fi^s. 520 and 521), so 



that one of the tiers communicates l^vith tl>e flues below the 
bed, the other with the space above the fire-bridge. Thus the 
combustion can be regulated so tha^ some unburnt gtis gets as 
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far as the fire-bridge and is only lighted there. H H are the 
working-doors ; charging holes in the arch, closed by loose 
metal plates aiK>fine ore' on the top of these; I, binding-platca. 
Each furnace holds 45 cwt. of ore. 

Similar furnaces are used at Oker ; these are represented in 
Figs. 522 to 525. They work two cha;ges of 2^ tons each 
every twenty-four hours. Here f marks the main channel for 
the gas ; gg, five channels for the same below the furnace-beds ; 
h, the slits for introducing the air ; /, the outlet for the mixed 
fire- and calcining-gas to the condenser ; /, the working-holes ; 

the charging-hoppers. 

3. Blind roasters {muffle-furnaces) are employed at all the 
works of the Tharsis Sulphur & Copper Company, Figs. 526 to 
528. Here the flame does not come into direct contact with 


E 

i 



Fig. 526. 


the charge, but only acts through the brickwork of the b^ii and^ 
the arch. The charge is worked ii), the muffle G, with tl^e 
working- and discharging-doors M. Its bottom is formed by 
fireclay slabs covering the fire-flues V its cover by a thin 
arch. The ore is spread in a thin layer, aftd receives the. air 
necessary for roasting it only through the working-floors M ; 
in the other part of the furnace the ox^^eiT contained iii^ltTe 
fire-gas is acting a« well. The flame from the*d^'.jble grate H 
first travels by I over the muffle-arch, th^n downwards imthree 
channels on each side (V.^ and Vg ). The gas of every three 
channels is united jn a flue (L and L'), and, aftei^having returned 
in the opposite directlfon, descends by w into the flue n situated 
below the ground-line, which enters the m^in chimney. 0 is 
the regulating-damper ; /, the outlet for th^ calcining-gas, 
which descends by r to tl^e horizont^ subterraneous flue q, and 
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thence arrives at the acid -condensers. The metal dish N, on 
the top of the furnace, serves for a first heatifig of the mixture ; 
it communicates with the muffle through several pipes, usually 
cov’ered with a metal plate ; by raising the latter the mixture is 
let down into the muffle. 



Fig. 527. 



din 10 ^ 'i '"0^ 1 1 2 1 la 


Fig. 528. 

^Thc mirffie-fiyrnaces at Natrona (near Pittsburgh) are 
exactly vumilar to the above. We therefore abstain from 
neproducing the design in Min, ix. p. 287, and merely 
quote the* dimensions of those furnaces, ""jisli-pit 18 in. wide, 
3 ft. in. deep. Plre-grate 18 in. x 9 ft. Firti-bridge 2 ft. 6 in. 
from gratcis to top of, muffle-arch. Space between top of 
muffle-arch ani bottom of outer arch 14 in. (The first 6 ft. 
of the muffle-arch are double, the remainder only half brick.) 
Width of furnace-hcartli 10 ft. from door to door, 7 ft. 9 in, 
clfear (each side wall^ being 13^ in. thick); length 35 ft. clear; 

height* 18 in. lo spfing, 30 in. to crown of arch. Pillars to 

• 
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support hearth i6J in. wide, 20 in. apart. Pour charging- 
hoppers, 18 in. wMe; one cast-iron gas-pipe passing through 

both arches, 9 in* wide. - * 

Muffle-furnaces seem to have superseded at present all other 
descriptions of calcining-furnaces for this purpose. 

4. Combined furnaces, used by the Bede Metal Company at 
Ilebburn-on-Tyne (shown in Figs. 529 to 532). Here the 
flame of the fire^ a, does not play directly upon the charge, but is 



Fi(.. 529. 



kept off it by an atch,/?, reaching half thejength of the furuijce ; 
after this the fla^iie touches the furnace-bad^-Brectly and 
descends by ^ in order to return by eight.channels, d d, beneath 
ihe furnace-bed, and to c.scape at ^ into an underground -flue , 
leading to an acid,-condenser. The working-d«ors// serve for 
stirring and discharging; the pan ^^r a first heating of the 
^ charge ; the pipes h h for dropping it into •the furnace.^ The 
purpose of the arch h is to avoid overheating tl^ose porUons of 
the ore nearest the fire-b^;idge, in wlflch the copper mfght easily 
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be roasted dead ; in fact the hottest part of these furnaces is 
that behind, the part below the protecting ardi hardly attaining 
axhirk red -heat. ‘‘ 



Fig. 5?j. 



Fig. 532. 

5. Kihis . — Buddexus (Ger. P. appl. B43222) employs for the 
chlorinating roastmg of cinders containing Cu and Zn, in lieu 
of muffle-1 11 rnages, kilns into which the cinciers are introduced 
in th^fform of briquettes, made b}^ the addition of 10 per cent. 
corrMHon sak, which fall into powder only when the chlorination' 
is nearly com pi ate. 

6. Mechanical calcining- furnaces wifh revolving hearth 
patented in 1872 by Gibll and Gclstharpe, twelve of which were 
erected at the Bede rqetal- works. Figs. 533 to 536 represent this 
furnace. *The l)ed cdnsi.st'^of a circular pan, made of boiler- 
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plate, lined with fire-bricks, D. The side walls, m and the 
arch, form th8 other parts of the calcining-space. On one 
side there is at fire-place, C, whose flame* travels across jthe 
hearth to F, whence it enters an underground flue leadings to 
the chimney, along with the gas evolved in calcining. The pan 
^ ^ is carried on wrought-iron girders fixed on a central cast- 
iron spindle which works in a footstep and is maintained in a 



Fig. 533. 


vertical position by a collar, fitted with brasses, in which* an 
upper bearing of the spindle works, (?arj^ied by the tubular 
cast-iron stays g g. This pan is caused to revolve, in it^own 
plane on the central foeftstep by an endlgss chain, a, carrjed 
round a sheave, k, from which it passes Over the guiiing-pulleys 
i i to the horizontal sheave underneath the pan. ' 

A small pump, driven by the s^me main shaii, consjamiy 
pumps lubricating-oil from a tin vessel intc^ the footstep, the 
excess of oil running back into the same vessel again. The 
hearth is traversed by a cast-iron pMugh,Gf made to reciprocate 
in a radial line of the circle by the^ wrought-iron arm H 
connected with the cross-head K^ ThC motion of rtiis cross- 
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head is equal to the radius of the hearth, and is derived from 
the driving-shaft L by means of the worm ahid scroll-wheel c 
apd. the pair of sj5ur- wheels d and c, the larger of which, by 
moqns of the crank-pin and connecting-rod /, gives a recipro- 
cating motion to a lever, the forked upper end of which, by 
means of pins working, in slots, moves the cross-head with the 
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„ Fig. 534. 

plough^arm Snd plough. The speeds of the circ:ular hearth and 
the plough arcC so adjusted that the plough does not travel more 
than its own breadth during one revolution of the hearth ; so* 
that every part of the circle of the hearth •is gone over by the 
plough in each journey froAi or to its centre. 

* The furnace is charged by means of the hopper E, let into 
i slit of fnearch* and discharged by a set of parallel plates M, 
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which are arranged obliquely across a radial line of the circle of 
the hearth on the opposite side of the centre^* to that in which 
tl;je plough travels.' These plates are rigidly beund together at 
top, .and bottom, and suspended by a chain, so that they can be 
raised out of or lowered into the furnace through the roof. 
The plates are shown in the diagram in the position for dis- 
charging, with a plate, o, fixed in the doorway, folded against 
the outer plate of the series M. When the discharging-plates 
are in this position, each throws the ore carried against it by 
the revolution of the hearth towards the circumference into the 
path of the next outward plate, by which it is again thrown 
outwards at the next revolution, to be at length propelled 
against the doorway-plate, which throws it from the edge of 
the hearth on a shoot, /, over which it runs on to the floor 
outside the furnace. When the furnace is working, the plates 
arc raised through the roof, and the opening through which they 
pass is closed by a slide. The bolt N fixes the plates in their 
position. 

In order that the pah may freely revolve round the spindle 
the side walls m vi are i in. .apart from the edge of the pan ; 
the air rising in this interi^cdiate space causes the oxidation. 
The brickwork reaches down to the ground-line; and the 
machinery underneath the hearth is only accessible by an iron 
door, so that it is protected from the coal- and ore-dust 
Every part of the machinery is very strong and not liable tc 
get ^ut of repair — excepting the cast-iron plough, G, which 
^nust b'e replaced once a fortnight, but this costs less than the 
tools in a furnace worked by hand. The plates M suffer very 
liKle, because they are only for a very short time exposed tc 
the fire. The twelve* furnaces at the Bede metal-works arc 
driven by two steam-engines of i8 indicated horse-powei 
eacli^ . * * , 

Ramcri and^ Beskbw (of Helslngborg, Sweden) have con 
struct^d a mechanical furnace for the chlorinating roasting o 
pyrkes-cinders containing copper (and silver), patented as B. P 
23108 of 1909 ^Ger. P. 242310). Upon this furnace I hav< 
received the following information from •'the inventors. Th( 
furnace consists of two cbmpartments, one of which serves fo 
the direct preheating of the mixture by producer-gases, am 
the oth‘er* for the cKlorinsrtion by means of the heat cominj 
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from the first compartment, and by the heat developed by the 
reaction itself. St has been found that by the chlorinating- 
process so muck heat is set free that the reaction needs orjy 
to be started by the assistance of external heat, and then goes 
on by itself. The temperature in the preheating compartment 
is from 200° to 300'' C., that in the chlorinating compartment 
.from 500" to 600". The gases escaping from the preheating 
compartment contain only traces of acid gases and vapours, 
and can be mostly passed at once into the chimney ; by means 
of special arrangements they arc prevented from getting into 
the chlorinating compartment. Hence concentrated gases are 
obtained from the latter, and the air can fully develop its 
oxidising influence. The heat economy is much better than 
in muffle-furnaces, and no local overheating can take place, so 
that the mixture of common salt and 01c nowhere fluxes, and 
the mechanical stirring is not impeded by the formation of 
crusts on the stirring-blades and the furnace walls, which 
frequently occurs in furnaces heated liom without, anc^ has 
led to the nearly universal cmploymctit of hand-worked 
furnaces in the European copper works. In its most recent 
form the furnace works up 40 to 45 tons of cinders in twenty- 
seven hours, with an expenditure of i-6 to 2 per cent, coal 
(against 15 per cent, in hand-workei furnaces); one man can 
attend to one or tw^o furnaces. The calcined mass contains less 
insoluble copper than that from hand-furnaces. The inventors 
calculate a saving of at least 3s. per ton against hand-fuinace§, 
exclusive of capital interest and anprtisatioii. According ^tc 
a communication received from them in April 1912, alj-eady 
twenty-seven of these furnaces were at^work at Helsingbfirg 
Duisberg, Hamburg, Runcorn, Glasgow', e|c., anti another^ five 
furnaces were being built. The above furnaces work *abou1 
550,000 tons cupreous pyrites-cinders, /.r.,* about half jjf the 
quantity submitted to chlorinating roastingi^ ^fiurope, anc 
they can deal wnth cinders and ores of such low copper (^^)ntent! 
(down to 07 per cent.) as formcrly%did not pa> working foi 
chlorinating roasting. The ores treated in»this way can b( 
charged directly intd blast furnaces without any admixture 0 
other ores. 

Process of Working the Furnaces , — AlUhese different descrip- 
tions of furnaces have tl\e same object ; and the style* ot working 
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is accordingly very similar in all cases. The ore must, of 
course, be completely roasted — that is, sufficiently to convert 
th,e . copper into shlphate, which, owing to rtie presence of 
sod'ium chloride, at once forms with this, by mutual decomposi- 
tion, cupric chloride and sodium sulphate ; whilst the iron 
should be converted as completely as possible into ferric oxide, 
so as to l^ecome insoluble. In this process, owing to the 
simultaneous action of SO.; and O upon NaCl, chlorine is 
evolved, which must greatly aid in chlorinating the copper as 
well as any other metal present. At the same time a large 
quantity of HCl is formed, which converts the oxides of copper, 
silver, zinc, etc, into chloride.s, whilst at the calcining* temperature 
ferric chloride cannot continue to exist as such. At Oker the 
formation of hydrochloric acid is purposely promoted by using 
carnallite in lieu of common salt, as the MgClo contained in 
the former readily yields MgO and II Cl. This, however, is 
not absolutely requisite, as with 2NaCl the CuSO^ already pro- 
ducer! ill calcining yields CuC).^ and Na^^SO^. Cu.^Cl 2 also is 
always formed at tha same time. Since the chlorides of copper 
are both unstable and voMle at very high temperatures, a 
low red-heat ought not to oe exceeded; so that any copper- 
pyr’tes still present in the cinders is not burnt, and therelore 
escapes chlorination. Adcordingly, copper-pyrites (or CuoS) 
ought not to be present in any quantity for the wet-extraction 
process; and consequently ores with more than 8 per cent, of 
coppej*, which can never be roasted with sufficient completeness 
in the chemical factories, qannot be utilised by this process, but 
onl)' j3y smelting. 

•Manifold experience has taught that without employing 
common salt (that i.^iv without chlorinating) it is never possible, 
even cippr^ximately, to hit the point where the more easily 
decomno.sed ferric •ml^hate no longer exi.sts, whilst the less 
easily decomposable cupric sulphate is still prtsent as such, the 
iron b^mg tlien present^ in an insoluble, the copper in a soluble 
form> If ferric salt rerrkains in a soluble form, it naturally^ 
passes over into tke lyes, and, in the operation of precipitating 
the copper, causes a great loss of metallic ffon by its reduction 
to ferrous salts. If; on thJ other hand, much copper has like- 
wise passed into an .insoluble form, more hydrochloric acid 
is reauired'for its solution. •^In anv ca.se the formation of some 



EXTRACTION OF COPPER 


1491 


cupric oxide and cuprous chloride, insoluble in water, cannot 
be avoided. » 

Wedding observed, and described intletail,the calcinin^g- 
process as carried on at Widnes in a gas-lurnace. The ch^i-ge, 
of 45 cwt. of ore mixed with 17 per cent, of salt, is let down 
on to the hearth, spread out and slo^wly heated till a low 
red-heat has been reached nearest the fire-bridge ; the charge 
is turned over and left to itself, the gas being shut off, but 
the air being allowed to enter, so that after two hours scarcely 
any glowing can be perceived at the fire-bridge. After one 
hour’s and three hours’ calcining re.spcctivcly, the copper of the 
charge behaved as follows : — 



1 liour's 

3 lionrs’ 


calcining. 

calcining. 


I’cr cent. 

Ter coni 

Soluble in water . 

54 

1 51 

„ lIGi .... 


! 42 

„ NO,II .... 

8 

» 7 


• 



After three hours the charge is quite dark, and is now well 
turned over with a slice of 3 or 4 in. breadth, as well as 
with a rake ; there ought to be no ^lecessity for giving more 
fire, as the temperature should from the first have been raised 
to the proper point. On raking over the charge, which is 
done regularly with short interruptions only, the temperature 
rises of itself in consequence of the chemical reactiftns, th% 
rise becoming sensible after four and three-quarter hofirs 
(counting from the beginning); so that after five and a 
quarter hours a dark red-beat has b%en reached. Up to 
this point there is a copious evolution of whitp va{ 5 ours 
and blue flames; from ^his period ther<j is less of thqse, 
and it is the calcjncr’s pi*incipal task tf) see tshat the RTating 
of the charge quite equal all over, and t!ial ^ome^ places 
do not show more blue flames than others. i\fter six, and 
a half hours these flames almost entirely disappear; and this 
fact, together w*ith%the greenish-grey colour of the charge, 
constitute the practical tests for judgfng whether the operation 
is finished. A sample is now drawn ; and if its examination 
, shows that the calcining-process is •complete, tfle charge, which 
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has now been six and a half or six and three-quarter hours in 
the furnace, is drawn out. Of the copper now^ 

u 

75 per cent, is soluble in water, 

20 „ „ HCI, 

5 „ „ N0,H. 

Good workmen can finish the calcining in a gas-furnace 
in six hours. 

Wedding observes that the samples dissolved in water 
constantly show more sulphur, and that the testing of the 
calcined ore of different works proves the process to be carried 
out very unequally ; but it is certain that the best results are 
in fact got by the most eareful work. The calciner’s task is, 
first to heat the charge and thus to start the chemical reactions, 
but then to maintain these at the lowest possible heat up to 
the finish, and to spread them equally through the whole mass. 
It is of great importance not to leave the ore any longer in 
the ^jirnace than is exactly necessary ; this is made difficult by 
the depth of ‘the Iqyer t)f ore, viz , 5 or 6 in.— which, on the 
other hand, facilitates the chjorinalion, since the gas rising in 
the ore heated both at tf^ and bottom has all the more 
opportunity of coming into contact with all parts of it. 

ICvidently the process is akogclhcr dependent upon the 
skill of the workman, whilst with the mechanical furnace of 
Gibb and Gelstharpe (p. 1484) only the firing needs attention. 
In the latter furnace indeed a lower heat is sufficient, one that 
fieverVaches a red glow -isible in daylight. 

' At Oker, where gas-fuinaces exactly like those of Widnes 
ara used, each charge of 50 cwt. of ore with 15 per cent, potash 
salts is brougcht to ^a *iow red-heat in four hours ; the firing 
is then in,t:errupted and the mass raked over. Owing to the 
chpmical reactions, ^he heat at first kicreases, but towards the 
end goes back o^ain. ‘ During the \urning-pver stage, which 
lasts five hOurs^^ the air-slides are opened td admit the air 
to t^e* charge; after that time the charge is drawn. Twe 
charges are put ^ in every twenty-four hours. Analysis of a 
sample taken in the middle of the calcining-process (the 
mixture containing 20 per^cent. carnallite) : — 
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Soluble iu water. 

m * 

Insoluble in water. 



Per cent. 

• 

Per coni. 


Per cent. 


CuO sol. in 

J'er cent. 

Cu 

1-94 

Calc, as CuCly . 

3*11 





Ag 

Fe 

0-003 

0-74 

, AgCl . 

„ Fed, . 

0-004 

1.68 

Cu 

4*32 

Calc, as- 

ilCl •. 
Cu.jS sol. in 

5*12 

AI2OJ) 

O-II 

^ 1 .( 504 )., 

0-39 




^ aqua regia 

0-29 

Mn 

0-69 

„ MnCl.. . 

1.58 

PI. 

0 - 3»9 


iM)S04 

0-57 

Ni 

0-20 

„ NiCl.," . 

0-44 




Fe., 0 , 

45-38 

Zn 

I -60 

„ ZnCC . 

3*40 

Fc 

34*49 


T^SO,), . 

3 -n 

|CaO 

2-76 

„ CaCL . 

6-27 

ALO. 



[FeSg. 

2-64 

MgO 


3-30 

„ AI.P;; . 

3*30 

1 KoO 

i 

„ Sulpliates 

18-15 

Mil ' 

0-03 

Mn„ 0 ., 

0-04 ■ 

! Na..O 

( 


Zn-l-Ni 

0-29 

„ ZnO + NiO. 

0-36 


/ 



CaU 

0-45 

„ CaSOj 

1.09 





SO., 

1-86 







S 

1*47 







Cl 

trace 




1 

j 


Insoluble 

in acids 



2-96 



i 

35-024 

Ij 



j 65-02 


Sample of calcined ore taken at the finish : 


Soluble in wator. 


11 


hisuluble 111 water. 



Per cent. 

Cu 

3-86 ' 

As 

0-005 

Ke 

0-60 

AlaO, 

0-17 

Zn 

1-64 

Mn. 

0*75 

Ni 

0-07 

CaO 

i-6o 

MgO 


KoO 

I 

NajO 

1 


Call', as CuCI.1 
AgCf 


FeCl., 

ZnCl. . 
MnCl. . 
NiCl.; . 
CaCL . 

Sulpliates 


I Per cent 

! 8‘17 

, 0006 

l l-3« 

0- 5(1 

3*42 

1 - 71 

0.15 

3*17 

20-50 


39'066 


Cu 

PI. 

Fe 

A1,0, 

Zn 

Nn-i Ni 

CaO 

SO.. 

Cl’ 

S 


2-57 

1..7 

34'S(’ 


0-A[ 

0- 37 
• trace 

c-4<j 

1- 49 
tmi^ 

0.64 


Insoluble in aciiis 


1 Cal 


( CuO . 

’ lCu..S . 
PbS(>4 
(Fc..()., 
Fe:(Sl)4), 
iFeS... 
AI..O;.# 
ZnO’» 

CaS04 , 


Per cent. 
3‘I8 
003 
1-26 
47*91 
1-02 
I-I8 
*0*t4 
0-46 


3-69 


60-36 


Ihe mecnanicai lurnace nas uic duvantage m 
of the addition 6f ^alt; only 7i pe." cent, of salt is required 
in it, against 15 in the hand-furnaejes. Often only a portion 
of the salt is mixed with the ore at the outset, and the 
remainder added afterwards. In ;he Blind »astqrs«the ore 
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is calcined first nine hours with 12 per cent, salt, and another 
three hours with 8 per cent, more salt, tin the combined 
fprnaces with protlcting arch the weight of ore is 58 cwt., and 
the, time of calcining eight hours ; in the mechanical furnaces 
5 tons and nine hours. 

Gibb gives the following analyses of the results of calcina- 
tion : — 



Gas fnrnaco. 

Close furnace. 

Mechanical furnace. 


On 

Cu 

Cu 


Ter fput. Tit cent. 

Tor cent. Per cent 

Ter cent. Per cent. 

Cupric chloride . 

4.03 I -(JO 

4.25 =. 2.0D 

6.70 = 3.15 

Cuproub chloride 

0*32 = 0.20 

0.35 - 0-21 


Cupric oxide 

1*26 1-00 

0*88 - 070 

0-32 ^ 0-25 

Sodium sulphate 

2-50 ! 

3-40 

o-yo 

Insoluble copper 

13-18 

17-40 

14.03 


-.5 1 

0-12 

0-13 

Total copper . 

3.5 

3-03 





The principal p«5)int is always thi.s, that as little copper as 
possible should remain in a state insoluble in water and dilute 
acids. In the above cases tife quantity varies from 0-i2 to 0-15 
per cent. ; the slightly more favourable result of the blind 
roaster, according to Gibb, is far more than counterbalanced by 
its greater consumption of fuel (50 to lOO per cent.). The most 
favourable result is obtained with the mechanical furnace, in 
vvhicl] next to no cuprous chloride and, even with the worst ores, 
rarely bore than 0-25 per cent, of CuO are formed. 

At Oker the average result of the constantly taken samples 
of* calcined ore is : 75 per cent, of the copper contained in the 
ore is solubledn wafer, 20 per cent, in dilute hydrochloric acid, 
and 5 perrcent. in aqua regia. ** 

r If^the pyrites contains more th^h 4 per cent, copper, the 
cinders cahno^^c worked in England with, advantage by the 
wet process.* At the Bede metal-works many experiments have 
beerv made with richer oj-es ; but with 6 per cent, copper the 
salt, the coals, aad the labour arc too dear. In this case, how-' 
ever, another circumstance comes into pi'ay : by the Cornish 
copper assay about 2 pe^'cent. copper less than the truth is 
indicated; and this with a poor ore of course amounts to a 
much' largVir proportion o^ the whole (sometimes more than 
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half) than with richer ores ; thus the former are cheaper for the 
wet process than ihe latter. At Oker, where this reason does 
not exist, ore up* to 8 per cent. Cu can be extracted by the wet 
process. 

It has already been remarked that the sulphur in the 
cinders must bear a certain proportion to the copper ; with a 
4 per cent, ore it ought not to exceed 6 per cent. ; an equal 
percentage of S and Cu is preferable. If less S is present, raw 
pyrites must be added. The more S there is present, the more 
salt must be added, and the more time will the calcination take. 

The tests for ascertaining the completion of the calcination 
are of a very simple character, which is the more necessary as 
they must be made very quickly. A certain measure of the 
charge, not weighed, is lixiviated by water and dilute HCl, 
just as on the large scale; the residue is boiled with aqua 
regia, supersaturated with ammonia, and allowed to settle ; 
the more or less blue colour of the solution of ammonio-cupric 
salt gives a sufficient indication of the percentage of insoluble 
copper. 

Ot/ier Processes . — Richard (CJiem. Zeit.., 1908, pp. 5-7) dis- 
cusses the way of roasting cupreous ores and cinders so as to obtain 
the maximum yield of soluble copper salt. This takes place with 
the increase of ferric sulphate ; henc^ the roasting should be 
performed at a temperature wffiere this is possible. The finer 
the grain of the ore, the better for this purpose ; 2 mm. should 
not be exceeded. It is most useful to treat the roasted ^erq in, « 
the furnace itself with a few per cent, (if sulphuric acid. During . 
the last period of roasting the traces of Au ana Ag present can 
be made soluble by suitable additions, ayd the liquors can Idc 
worked directly for cupric sulphate. Or elsetby precipitating^the 
Cu by Fe, final liquors canj^e obtained which can be storked for 
red and black irpn paint. ^The residue fjom* lixjviat^on g^^cs to 
the iron-smelting •stablishment.s. ' - 

Parent (Fr. r. 411863) calcines pyrites-cinders in a fecial 
hearth on the top of the burner, or on the upperihost shelf of 
the burner, after, mixing them with dilute Sulphuric acid or 
finely powdered pyrites ; in one or^two hours the copper is 
completely soluble. In an addition he claim*s the employment 
of ferrous and ferric sulphate and sulphuric acid/or mixing with 
the cinders, and the egiployment*of two charging-hoppers, 

' .5 c 
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one for feeding the sulphating hearth on the top and the other 
for delivering material to be desulphurised to Che hearth below. 

, Kothny Rep., 1911, p. 457) finds temperatures 

bet'.’^een 500"^ and 600” as most appropriate for the calcining of 
pyrites-cinders with salt. 

Condensation of the Calcination-gas . — In all the descriptions of 
furnaces mentioned above, except the blind roasters, this gas is 
mixed with the fire-gas, but even in these it is mixed with air to 
such an extent that a condensation of strong acid is not very 
well possible. The acid obtained is a little more concentrated 
than that from open calciners ; but this matters very little, as it 
is always used in a very dilute state for lixiviating. The calcina- 
tion-gas principally contains (besides oxygen and nitrogen) SO2, 
SOj,, HCl, Cl, and very small quantities of metallic chlorides. 
Henderson had proposed to volatilise the copper entirely as 
CuClo, and condense the latter in towers ; but this has turned 
out quite impracticable. The small quantity of copper passing 
over into the condensers, about ] per cent, of the whole, is not 
lost, as the condensad acid is used for lixiviating the charge. 

The condensation of the ^as from the calciners takes place 
in towers of exactly the s^e kind as those for hydrochloric 
acid (described in detail in our second volume)— that is to say, 
made of brickwork set in tar and sand (or, better, of stone flags), 
and packed with coke, fire-bricks, and the like. Sometimes 
condensers made of very large stoneware pipes are employed. 

, Coke, packing can be used with blind roasters; but the other 
furnaces require condensers packed with bricks or .stoneware, 

, and qf greater dimensions, as they have to serve for a larger 
vol'ume of gas. The size of the condensing-towers varies with 
that of the ptant ; (or twelve furnaces a tower of 8 ft. square 
and '40 t© 50 ft. high is sufficient.* The gas enters at the 
bottoip, mqets a .spray of water cotliing from the top, which 
washes the a^s out *of it, and leaves the rtower at the top^ 
whence it is taken downwards into a flue leading into the 
chimney. r 

The total condensed liquid (a mixture of weak sulphuric and, 
hydrochloric acids ; the SOg in the condeiTsation is oxidised to 
SO4HJJ by the action of the chlorine) is used in the succeeding 
operation of lixiviating the calcined mass, and frequently is not 
even sufeclent for dissolving* all the CuO and CU2CI2. 
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Lixiviation of the Calcined Charge . — This is carried in bogies 
running on traiftways over each of the lixiviating-tanks and 
tipped into these. The only available material for the tanks, is 
wood ; most metals are excluded by the nature of the lixiviaiing- 
liquid ; stone, asphalt, etc., both by their costliness and by the 
heat of the charge. As such large wooden vessels cannot well 
be kept tight on account of the unavoidably rough treatment 
and the hot acid liquors, the whole floor of the lixiviating-shed 
is covered with a thick layer of asphalt and slopes to one side, 
so that all liquors leaking out run off to a catch-well, into which 
enter at the same time earthenware spouts for carrying the 
strong copper-liquors. 

The lixiviating-tanks are square, about 1 1 x 1 1 ft. wide and 
4 to 5 ft. deep, made of well-seasoned and planed 3-in. planks 
kept together by corner-pieces, screw-bolts, etc. The joints arc 
tightened by putting on a little red-lead before putting the 
planks together ; the bottom joints are besides caulked with 
tarred spun yarn, and the whole vessel is painted witlf hot 
coal-tar. At Oker lead-lined vessels are ^sed, which are very 
expensive and frequently need repairing. On the bottom, laths on 
end are placed; upon these, perforated fire-tiles or boards; upon 
this false bottom a layer of sifted furnace-cinders is spread out ; 
and on the top is put a layer of hither or coke (at Oker of 
straw) 3 to 6 in. deep. The liquors are conveyed in earthenware 
and india-rubber tubes of 3 to 4 in. diameter, the latter provided 
with iron pinch-clamps. In order to force the liquors fre^n^or;^ 
tank to the other, or from the catch-well into the tanks, simple 
stoneware injectors arc provided. Each tari. is provided with 
a steam-pipe for heating. ^ 

At Natrona the leaching- and precipita^ing-tSnks are ipadc 
of very sappy yellow ptne^wcll tarred before use, and con*sist of 
an outer shell gf 3-in. plonks and an injier* lining ojf th^. same 
thickness, leavin^^a 3-in. space between ti^two layers of 
timber, which space is afterwards filled with a mixture of 
hard tar ” (probably soft pitch) and screened •sand, mrelted 
together in a kettle and well mixed before pouring in. The 
bottom is covered wfth a 3-in. coat of the same material. The 
planks are put together with wooden pms add bound, as shown . 
in Fig. 537. The ends or joints ^re halved togctj|ier, and^caulked 
with oakum and red-lead. The tant:s are 12 x 12 ft., 4 ft. or 6 ft. 
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leep. In lieu of a grating, hard-burned bricks are laid flat side 
Dy side. Fig. 538 shows the wooden spigot serving in lieu of 
in^ outlet-cock. ‘‘ ' < 

Into every tank about 10 tons of calcined ore are put, quite 
lot from the furnaces, and are first covered with weak liquor 



Fig. 538. 


from a previous operation, which getj^-hcatcd by the heat of the 
mass itself After on 6 or two houVs the ijow concentrated 
liquor is run*o Ay a plug-hole below the false' bottom, and is 
now [eady fov precipitafiop. The plug is put in again, and the 
lixiviation continped by hot water; thus weaker liquors are 
produced, which are forced to a fresh taiilt as just described. 
Generally three waters are* put on, and thus most of the purest 
copper and 95 per cent, of all the silver contained in the pyrites 
are obtained. Then follow* several (up to six) washings with 
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the weak condcnser-acid, or, if this does not suffice, with hydro- 
chloric acid bought for the purpose and much diluted. This, is 
not necessary#!! the case of mechanical furnaces, because j:he 
copper-salts from these are mostly soluble in water ; but^it is 
generally necessary with hand-furnaces. Even when no acid 
need be bought, but sufficient condenser-acid is obtainable, a 
saving of acid is important, since the condenser-acid conveys 
arsenic and bismuth into the copper. 

The liquors obtained by the use of acid contain many 
impurities, especially As, Bi, Sb, and Pb— according to Gibb, 
for every lOO parts of Cu, 5-4 As and 0-3 Bi ; and they are 
accordingly treated separately in most works, because they 
yield impure copper. 

It is a principal rule to allow each water to stand only a few 
hours on the ore ; the nine washings of each tank, together with 
charging and emptying it, are not to la.st beyond forty-eight 
hours. Accordingly, for every 5 tuns of calcined ore obtained 
per diem one tank is required, and besides, on Jhe whole^a few 
reserve tanks. • 

The residue from lixknation, after draining, is tipped on a 
heap and afterwards sold to the iron-smelters. It is the value 
of this residue which makes the ’wet process in this case more 
profitable than the dry process, as#that residue is a valuable 
iron-ore, going by the name of purple ore or hhe hilly. The 
following is the composition of two average samples 


Ferric oxide 

. 00-6 1 

95-10 

Copper . 

. '0-15 

o-i8 

Sulphur 

o*o8 

0-07 

Phosphorus 



Lead sulphate . 

. *-46 

1-29 

Calcium sulphate 

. o.3j| 

*0-49 

Sodium sulphate 

. 0-37 

0-29 

Sodium chlorid^ 

. 0-28, 

... 

Insoluble .• 

. «-30 

• 2-f3 

• 

09-62 

99*55 

Metallic iron . 

4 03*42 

^.57 


This ore is thus shown to be very rich i« iron, entirely free 
from phosphorus, a^d to contain very little sulphur ; its slight 
percentage of copper does no harm.* The only drawback is its 
fine state of division. It can be to §ome extent employed 
directly in its pulverulent state m a rrtixture with 5 or even 



1500 


BY-PRODUCTS 


only 3 parts of lump iron-ore in blast-furnaces ; using limestone 
in addition, both grey and white pig can b« made from it. 
Mpst of the purple dre, however, is used for “ fettling ” the sides 
and»bottom of puddling-furnaces in lieu of haematite, for which 
it is very well adapted, or in the Siemens-Martin process. Its 
direct conversion into i^on and steel on the large scale has not 
yet been carried out. At Oker it is easily used up in the 
various metallurgical processes there carried on, and even its 
small percentage of copper is turned to account. They obtain 
thereupon 130 parts of pyrites-cinders, 75 parts of extraction’ 
residues of the following composition : — 


Ferric oxide 

Ter cpnt. 

. 79-0 

Alumina 

• 3-0 

Magnesia and alkalies 

I-O 

Lime 

. 2.5 

Sulphuric acid 

• 5-5 

Insoluble in acids . 

. 6-0 


Purple ore is n>ore valued the freer it is from siliceous 
gangue ; and for this reason that made from Spanish and 
Portuguese is preferred to tuft from Norwegian pyrites. 

According to Clemmer {JMin. Ind., ix. p. 289) the purple ore 
is moulded in America ipto briquettes (it is not stated with 
what agglomerating substances) by an ordinary automatic 
brick-making machine and burned in a down-draught kiln. 
,These briquettes test less than 0-25 per cent, sulphur, and are 
easily disposed of to pig-^ron manufacturers, some !of whom 
l^equire all the sulphur to be removed ; for this purpose the 
briquettes must be burned at a very high temperature for five 
or six days and virtualfy fused. 

Cfi p. 1457 various pro'cesses for agglomerating 

pyrites-^cinders, all of which of course Spply also to purple ore. 

The kali comained*in the pyrites *is found^in the cinders as 
sulphatf. P&rt o? this is carried away with the teaching-liquors 
in the shape of mud anrf i^ removed by settling out ; this mud 
contains some gojd. Another portion remains behind in the 
lixiviated residue, mixed with the purple «re and injuring its 
quality as an iron-vire. Sdnaffner {Fischer's Jakresber.^ 1880, p. 
136) removed and utilised the lead in the following simple and 
cheap mhnwer Aftef roajjting the ore with common salt as 
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usual and washing out all soluble chlorides and sulphates, the 
residue is drenched with chloridc-of-calcium liquor (from the 
Weldon chlori^ie process) of 9'' to 12" Xw., heated to about 
40" C., and acidulated with hydrochloric acid. By mi^tual 
decomposition gypsum and lead chloride are at once formed 
which remain dissolved in the acid liquor. This is run off and 
brought into contact with metallic iron, which precipitates the 
lead in the metallic state. After washing, the purple ore is 
quite free from lead sulphate. At the same time the CaCl2 
dissolves the last traces of copper and silver present as Cu^Clg 
and AgCl ; these arc precipitated together with the lead. It 
should be noticed that sulphuretted hydrogen fails to indicate 
the lead in a solution of PbCL in CaClo acidulated with HCl. 

Where the copficr is precipitated by spongy iron, a portion 
of the purple ore is employed for preparing the latter. 

Copper-liquor obtained by Lixiviaiion . — The effect of the 
lixiviation is best seen from the following analyses by Gibb, 
which at the same time illustrate the great difference o^ work 
between mechanical and hand-worked furnaces : — 


Soluble /// water — 

Cupric chloride 

Cu})rous thloiide 

Cupric sulphate 

Ferrous sulphate 

Ferric sulphate .... 

Zinc sulphate .... 

Calcium sulphate 

Sodium sulphate 

Sodium chloride 

Soluble in diltUr hy<li ot hhi ii aafl — 
Cuprous chloride . •• • 

Cupric oxide . . . ^ . 

Lead sulphnle . ^ . 

Ferric oxide • . . . 

Residue (by diffeience) - 
“ Purple ii on-ore ” . 


Sodium chloride equivalent to sodium sa 
as above , 


Mcclianical 

Hand- worked 

fiiniac 

• ore. 

furnace ore. 


Copper. 


('opper. 

• 




rar cent. 

I’cr cent. 

Tor cent. 

Percent. 

4*i6 

1-96 

3-81 

1*82 



0*19 

0*12 

1-85 

0*8 1 

..^1 


, C.15 




0-75 




201 


1-95 

• ... • 

1-29 


1-39 

•i. 

9-»7 


IM 3 


1 


2*64 


O'Ois 

0*01 

0*33 

0*21 

0 - 22 S 

» 0*l8 

I lOJm 

0*8 1 

1 not deler;jiB,ed 

1 not determined 



• 


8o%o 

• 

0 08 ^ 

77-55 

.0*11 


• 



100*00 

3-04 

100*00 

3-07 

vri 

1 

> 

il*8l 


1 • 

• 

. • 
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The composition of the copper-liquor, according to Gibb, is, 
in grammes per litre 




4 

From hand-worked 


From mechanical 


furnaces 


furnaceB. 

Sodium sulphate . 

. I44'l 

Sodium sulphate 

110*9 

Sodium chloride . 
Chlorine in combination 

63-9 

Sodium chloride 

4*1 

with heavy metals . 

67-1 



Copper 

53-0 { 

Cujiroiis chloride 
Cupric chloride 

53-2 

0*8 

Zinc .... 

6.9 

Zinc sulphate . 

10*1 

Lead .... 

0-6 

Lead sulphate . 

0-8 

Iron .... 

0-5 

Ferrous sulphate 

4-3 

Calcium 

0-7 

Calcium sulphate 

5-0 

Silvei .... 

0 

__ 

Silver 

not estimated 


At Oker the process was formerly carried out in the follow- 
ing way.^ The calcined charge is lixiviated in parcels of 5 tons 
each, first with the final liquor, which is always regenerated in 
the process. f)nc hundred parts of the latter, of M45 sp. gr., 
contained : — 


I’er rent.^*^ Per cent. 


Cu . 

0015 

CoO-fNiO . 

001 

Pb . 

trace 

CaO . 

0*12 

FeO 

. 2*14 

MgO 

. 0*52 

Fe.,0., 

. 0*15 

Alkalies 

2*6 1 

Alp, 

0* I I 

Cl . 

2*56 

ZnO 

. . o-o6 

SO, . 

• 5-89 

MnO 

* 0-31 

As + Sb 

. trace 


Total solids ^ 

14*495 cent. 



*rhj^ 'liquor, already heated in pumping by the injector to 
50° C., is furtl^er heated, when it comes into contact with the 
calcilifd charge, by tlic solution of the«anhydrous salts, of course 
also by the heat of ^the charge itself,Siearly up to the boiling- 
.point, By which*- the solution is asststed. WHen the charge 
is perfectly 'petfecrated by the final liquor, thte outlet-tap is 
openeef and fresh final* lijuor runs in as long as* the copper- 
liquor running away at the bottom still shows a blue colour. 

' This process is still described here, as it may'be of use in analogous 
cases ; but it has now been (fiscontinued at Oker, the character of the 
copper-ores having clianged, so that they cannot be subjected to. the wet- 
t extraction ^rqpess. * 
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This first period lasts four or five hours, and furnishes a copper- 
liquor of 1-355 sp^gr., and of the following composition : — 


Per Pfiiit. Per cent. 


Cu . 

• 3-71 

CoO + NiO . 

. 0-04 

Pb . 

. 0-0 1 

CaO . 

. trace 

Ag . 

0-005 

MgO 

0-27 

Bi . 

trace 

AlkalieS 

. io-6o 

Fc.)0(-}- Al./O*} 

0-29 

Cl , 

. 12-56 

Znb. 

• 4*97 

SO, . 

• 8-95 

MnO 

0-58 

As + Sb 

• 0'32 


Total solids , . 42-305 per cent. 


After the first lixiviation is over, the dilute condenser-acid, 
first brought to boiling, is run into the tanks and allowed to act 
for twenty-four hours ; then it is run off, and a third lixiviation 
is effected by dilute sulphuric acid. For 5 tons of ore 2I cwt. 
of chamber-acid of 106' Tw., diluted to 12" T\v. and heated to 
the boiling-point, is employed, and allowed to remain in contact 
with the ore for two days, or until the liquor acquires a neutral 
reaction. Its analysis showed : — 


Cu . 

I’pr cent. 

0-58 

CaO . 

Per cent. 

0-07 

AlA+Fep, 

• 2-13 

MgO 

0-04 

ZnO 

0-06 

Alkalies 

0-62 

MnO 

0-12 

Cl» . 

- 0-13 

CO-fNi . 

0-02 

SO, . 

- 2-39 

Total solids . 

6-160 per cent. 



The first copper-liquors contain most of the silver, a^cTTrt 
therefore kept apart from thejater liquor., poorer in tfiij 
respect. “ • 

The cupric chloride is, of course, casil^'' dissolved in the final 
liquor; the cuprous chlftride in the plesence o[ alkaline 
chlorides is also dissolv!^ at a higher temperature without 
difficulty ; lastly, cupric olide should converted ^nto CuClg 
and CU.2CI.2 by rtie FeCi.2 of the final liquor, aiff'bcCome soluble 
thereby (2FeCl2+ sCuO = F'e^Os+CuXlgd- CuCl^) ; but . this 
could only be done by an intimate mechanical mixture of the 
liquor with the orcf and it is therefore preferred to dissolve 
merely 75 to 80 per cent, of the cojl|3er by .means of the final 
liquor, and the remainder by further lixiviations with dilute 
acids. In Brauning’s paper no* hint is given ^s to*th^ way in 
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which the increase of impurities in the final liquor is prevented. 
No doubt only a portion of it is taken back iijto use and another 
portion run to waste ; so that there must ahjiays be a partial 
re^^ievval. 

Glendinninjr (B. P. 8602 of 1885) converts the cuprous 
chloride in the liquors into the cupric salt by blowing in air, 
in the presence of at least 2 mol. of free HCl to one of salt, 
together with not less than 3P'eCl2 to aCuXh. [It seems 
certain that in consequence of this process the solution will 
require the addition of much more iron than before.] If 
arsenic be present, the excess of free 11 Cl is to be removed 
by alkali or CuO ; in this case, when passing air through the 
liquid, most of the arsenic will be precipitated in combination 
with Fe.^O.;. 

Rawson {CJienh Ncivs, xiix. p. 161) describes a method for 
estimating cuprous chloride in copper-liquors by means of 
potassium permanganate. 

Precipitation of the Copper from the Liquors is some- 

times preceded by^a special treatment for obtaining the .silver, 
which will be subsequently* described. The precipitation of 
the copper now takes place everywhere b)^ means of metallic 
iron, since the ingenious process of Gibb and Gclstharpe has 
been abandoned. It copsisted in precipitating the copper by 
sulphuretted hydrogen, which was recovered at a later stage 
of the process: the precipitated cupric sulphide was washed 
and jDressed in a filter-press, and smelted in furnaces in the 
'usual •way into “coarse metal.” The acid mother-liquors, 
containing the whole of the codium sulphate, were evaporated 
’ to dryness in a furnace, mixed with small coal and reduced in 
another furnace; thu^ a mass containing nearly 35 per cent, 
of sediutp sulphidJ and 2*4 per cenf. of sodium carbonate was 
obtained. This \yas lixiviated wifhi hot water; the solution 
was .systefnatically trc*ated with implire carbonic acid, obtained 
by burning c^^'e ; and thus on the one hand sulphuretted 
hydrogen v^as given *ofj', which served for precipitating the 
copper in the fir^t stage of the process; on the other* hand a 
solution of sodium carbonate was obtained* which, after evapora- 
tion and calcination, wen\: into the trade as soda-ash. But this 
process was only applicable to the liquors obtained from the 
mechadical caldining»^furnace (that is, with a minimum addition 
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of common salt) ; for in the liquors from the ordinary hand- 
worked furnaces tiiere would be i part of NaCl to each 4 parts 
of Na2S04, whicb would furnish a very we;ik soda-ash. This 
very ingenious process was worked out in all its details, a^d 
practically carried out on a very large scale, at the Bede metal- 
works ; but it was abandoned, partly because the carbonic acid 
cost too much, and partly because no furnace-bottom could be 
constructed fit for resisting the acid liquors for any length of 
time ; partly also because the quality of the soda-ash was too 
unequal ; and finally because the copper was only obtained as 
sulphide, and had to be smelted at a greater expense than that 
precipitated by iron in the metallic state. 

For this latter process either scrap wrought-iron, or scrap 
cast-metal, or “spongy iron” reduced from the residue is 
employed. Apart from the latter, the thinnest scrap is the 
best, such as the hoops of cotton or esparto bales ; but as light 
scrap is generally somewhat dirtier than heavy scrap, the 
copper from the former is rather more impure th^an that ^om 
the latter. The precipitation takes place* in wooden tanks 
exactly of the same kind as those used for lixiviation and 
furnished with a steam-pipe. They are filled with scrap-iron ; 
copper-liquor is run upon it, and steam is turned on ; the 
heating is continued till a bright stj-ip of iron, held in the 
liquid, no longer indicates the presence of copper in rolution. 
At Oker, according to the degree of concentration of the 
liquors, the boiling takes place twice or three times bef ore all 
the copper is thrown down ; the process lasts from one t6 tlTr^ 
days, and requires as much irej^as the wjight of copper 
produced, which proves that a largO^i'^ion of the latter mi^t 
have been in solution as Cugf lo- Once *a montli» the precipi- 
tated copper is removed frbm the tanks ancJ washed. , » 

After precipitation, af*some works thq liquor is j)assed 
through a hair sie^t! in or(fer to separate *the copper present in 
a fine state of division ; the copper is washed off the residual 
iron by a jet of water, or a besom, Qtc.y and left to settle in 
special tanks. At other works a less rough ar/angement is in 
use, viz., round tubs »with wooden agitators, an annular place 
being fenced off in their upper part*tor the scrap-iron. The 
agitation of the liquid causes every part of it to come intc 

contact with the scrap-iron much 4fnore»quick1y, so that th( 

> 
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liquids are much sooner freed from copper than in the process 
first described ; besides, the precipitated rsopper is at once 
washed off the tron and carried along with the exhausted 
liquor into settlers, and- the process in tlie precipitating-tubs 
started again at once, after adding a little more iron. 

A continuously feting apparatus for the precipitation of 
copper has been constructed by Hauch [Dingl. polyt, J,^ ccxxiil 
p. 286). It consists of a cask revolving round a horizontal 
axis, provided with ledges inside and filled with iron-borings ; 
copper-liquor is let in, and is speedily exhausted by the 
rotation of the cask, the copper being at the same time washed 
off the iron. By combining several casks and systematically 
allowing the liquor to run into that cask which has been 
working the longest time, it is possible to obtain a continuous 
supply of fresh copper-liquor and a continuous running-off of 
exhausted liquor holding the copper in suspension. Another 
continuous copper-precipitating apparatus has been described 
by*Kerpely ^Wagner's Jahresber., 1877, p, 165). 

The precipitab’on takes place most quickly by employing 
spofigy ironP as is doq^' at the Bede metal-works. This 
product is made by reducing ferric oxide at so low a tempera- 
ture that the iron cannot combine with carbon and cannot 
melt, but remains in the finely divided state, as a “sponge.” 
This method (which may possibly at some time play an 
important part in the metallurgy of iron and steel) was tried 
in ^ngland for the first time in 1877. Bronac and Deherrypon 
*used \t in 1859 for the precipitation of copper, but only in the 
dry^way ; but Gossage in i'^c;'same year introduced the spongy 
iron in the wet method bf copper-extraction. Further patents 
relating to this subject were taken out by Aas in 1861 and by 
Bisehofki 1862. ' 

Several furnaces have been proposed for, this purpose, the 
best and ‘mosf^^enerally used being consti*hcted as follows. It 
is a ^reverberatory furnace in which the flame, after having 
passed directly over the/:harge, returns below the furnace-b^d,* 
and thus heats^ the charge indirectly from .below. Figs. 539 . 
to 541 show all the essential details df the furnace. It i$\'5 
-28 ft. 9 in. long « the working bed has a length of 22 S 
23 ft. with a width of 8 ft. Dwarf walls, a in. high, divide 
it into rtiree ‘comp’artmants, which ^ on one side have two ; , 
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working-doors, b b, each. Each compartment is charged and 
finished by itself. • The working-doors are of cast metal, and 
run air-tight in frames ; the same is the castfwith the fire-dooi;. 
The fireplace is constructed with .a view of producing- a 
reducing flame; the grate has a surface of 4x3 ft; and the 
bearers, d, are 3 ft, latterly even 4 ft 5 below the fire- 
bridge ; so that a very deep layer of fuel is obtained, which does 
not allow any oxygen to get inside the furnace. The furnace- 
bed is formed of fire-tiles 4 in. thick, with rabbeted edges, 
partly resting upon the walls forming the divisions of the lower 



Fig. S4I* 


flues, partly upon railway-bars, flame i.aving travelled 

through these flues, descends in iN^ertical shaft along the 
fire-bridge, and thence goes to the chimney. In this descend- 
ing shaft there is a firecftiy damper, whilli is closed eviry 
time before a working-doiff or fire-door is gpened. The 9"in. 
furnace-roof is suriTB>unted*^by a flat cast-^ron ^i^h, supported 
,^by short pillars,*for drying the ore and mixing ifwith^coal ; 

■ the mixture is charged into the furnacg through the 6-in. pipes, 
fy carried through the arch. The whole furn^e rests on brick 
pillars,^; and the lidor on the working side must be so much 
higher than that on ^he discharging sfde thaA the discharging- 
boxes can be run underneath the furnace between the brick 
pillars. The discharging takes *pla€e through* 6-irn ^fipes, //, 
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descending in front of the working-doors through the furnace- 
bottom and the lower flues. 

The discharging -boxes (Figs. 542 and 543) aije made of sheet- 
iron, of rectangular section, tapering towards the top. The 
cover, ( 7 , is fast, and has in its centre a 6-in. opening with 
upright flange, b, by, which the box is connected with the 
discharging-tube. The bottom of the box is movable, and 
turns on one side on hinges, whilst the other side is fastened 
by bolls and colters. The opening in the cover is easily 
closed by a metal plate. The whole is mounted on four wheels 



Fig. 542. 


Tn such a way that they dp not inte’-fere with the movement of 
tlie bottom. Each box ha^^icapacily of 12 cub. ft. 

< vVhen the furnace is a^a bright red-heat, it is ready for doing 
work. Every compaftment receives a charge of 20 cwt. dry 
“ p^ii'ple Q»*e ” and 6 l;wt. coals, which flave passed through a sieve 
with eight holes tojthe linear inch, as mentioned, the charging 
takes plade fr 6 m the*^ cast-iron dis'h above the furnace-roof 
The fire- ahd working-doors arc closed, so thdt the air enters 
exclusively through tlie ^oals on the grate, care being taken 
that the burning^mass does not become hollow, lest uncombined 
oxygen should get inside the furnace. The time of reduction 
,in the compartment nearest the fire-bridge varies from nine tc 
twelve hours * in the^ second it is about eighteen hours, in the 
third aliouFt twdnty-four ht/urs‘. The depth of the charge lying 
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on the bed is about 6 in. During the time of reduction every 
compartment mus^. be turned over twice, or even three times. 
Although during this time the damper is dosed, a little ajr 
always enters the furnace ; but the tusning-over is indispensable, 
as the mass would otherwise cake together. The time above 
stated refers to a bright red-heat ; a low, red-heat is sufficient 
for reduction ; and the iron thus made is even better for the 
precipitation of copper ; but as in this case much more time is 
required for reduction (up to sixty hours), this style of working 
does not pay. The fireplace being so deep, fresh coal need only 





Fig. 543* 

be thrown in twice or three times every twelve hours, 
cwt. for a ton of ore. 

The completion of the reduction’^ ascertained by testing. 
A small sample is taken out, put on an irSn plate, covered with 
a brick till it has become •cold, and i g. <|f the (unpxidisftd) 
central part tested bv a •tupric sulphate solution of known 
strength, which Ts rtin froiff a burette oft to the spcfti^ iron, 
frequently stirring^ from time to time a drop is put on a bright 
blade of iron, to see whether any stain of copper js produced 
upon it. When the reaction in any of the three compartments 
is iinished, the dafnpor is closed ; two of the discharging-boxes 
are run underneath the furnace, and •their mouths connected 
with the discharging-pipes by an iron hoop luted with clay ; 
then the charge is raked down ^nto the •boxe^ as qultkly as 
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possible. The boxes are then closed with their loose cover, run 
out again, and allowed to cool for forty-eight hours. They are 
then lifted by a crane and the cotters are knocked out ; where- 
upon the bottom turns upqn its hinges and the whole mass of 
spongy iron readily falls out, owing to the box tapering 
upwards. The sponge is then finely ground by a heavy 
edge-runner 6 ft. in diameter, and passed through a sieve with 
fifty holes per linear inch ; it is now ready for the precipitation 
of copper. 

Two different materials have been proposed for preparing 
spongy iron, viz., pyrites-cinders direct from the chemical works, 
and the “purple ore” of the copper-works themselves. The 
following analyses of average samples give a clear idea of the 
chemical difference between them : — 



Pyriles-cmders. 

Purple ore. 

Ferric oxide 

Iron 

Copper . . 

Sulphur . . . * . 

Cupric oxide . # 

Zinc oxide .... 
Lead oxide. 

Calcium oxide . 

Sodium oxide . . 

Sulphur trioxide , 

Arsenic pentoxide 

Siliceous residue . 

Per cent. 

78-15 

3-76 

1-55 

3-62 

2.70 

0-47 

0*84 

0.28 

5-8o 

0.25 

1.85 

Ver cent. 

95-10 

o*i8 

007 

0*96 

0-20 

0-13 

078 

2-13 

99-27 

99-55 


c i3oth Bischof and Gcn^ge proposed the direct use of burnt 
ore for preparing spongy iron, starting from the apparent 
advantage of utiliS^ing its copper without the trouble of wet 
extraction. Unfqrtunately, howevtr, the arsenic contained in 
the burnt ore remains in the spongy iron, gets into the copper, 
and peatly injures its quality. G. Bischof, indeed, in his patent 
of j 862, asserts that arsenic and lead volatilise ; Gibb, howev<er, 
admits this to be the case only for the lead to a great extent, 
whilst arsenic, being present mostly as s>.rsehiates of iron and 
copper, soon forms stable arseniurets. In fact the spongy irph 
made direct from pyrites-cinders contains nearly as much 
arsenit; as was originally prei^ent in the cinders. On the othjer 
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land, the purple ore only retains faint traces of arsenic ; it is 
therefore now exc^lusively used for the manufacture of spongy 
iron. The following is an analysis of the spjjngy iron made in 


the above way : — , 

Per cent. 

Ferric oxide . . .8*15 

Ferrous oxide . . . 2-40 

Metallic iron . . *. 70-40 

Copper .... 024 

Lead . . . .0-27 

Carbon .... 7-60 

Sulphur . . . .1-07 

Alumina . . . .0-19 

Zinc .... 0-30 

Siliceous residue . . . 9-00 

99-62 


• According to a later patent (R. P. 8093 of 1 884), Bischof treats 
iron oxide with “water gas,” obtained by passing steam over 
incandescent coke, after having removed any steam from it by 
cooling. The gas is strongly heated and is passed into the 
lower part of an inclined retort, into the ’jpper end of which the 
ore is fed, and allowed gradually to descend to tfte lower part. 
Here it comes in contact with the mixed gases, and is reduced 
to the metallic state by the hydrogen contained in them. The 
spongy iron so obtained is discharged into a receptacle and 
cooled before exposure to the air. The remaining gases, 
deprived as they are of most of their* hydrogen, are still com- 
bustible, owing to the CO present ; they are met in the upper 
part of the retort by air and are burned, thus heating the iron 
oxide preliminary to its contact with hydrogen, and makyTi|;*r> « 
external heating in most cases unnec^sary. The oper^ition “is 
carried on at a low red-heat. • 

When spongy iron is employed for» the precipitation oi 
copper, continuous stirring is required, fo.- which purpojf; at 
some works mechanical ^itators are usea, at others manual 
labour ; at the Bede metal-^orks an indig-ruT^bef hose, ttirough 
which a blast af %iir passes, is moved about^irl the tank. A 
Korting’s blower would, no doubt, be the»best apparatus f8r this 
purpose. Perfect mixture is thus obtafned ; and the precipitated 
copper only contain^ i per cent, metallic irSn, with a great 
: saving of space, apparatus, and labour^ as against the work with 
scrap-iron. However, the greater cheapness of material and 
treatment in employing spongy ifon ^s boijght aithe gxpense of 
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a greater contamination of the copper by unreduced iron oxides 
and carbon ; at the majority of works, therf fore, scrap-iron is 
still preferred. T|ais, of course, depends also 9n the local price 
of^the latter. r 

According to Bischof, when employing spongy iron the 
arsenic is only precipitated after a few hours, long after the 
copper has been precipitated, which thus remains free from 
arsenic. Gibb, however, from many years’ experience on the 
large scale, states that he never found any trace of arsenic in 
solution after the copper had been precipitated, whichever form 
of iron or solution of copper might be employed. 

The composition of the copper precipitated by the various 
methods is shown by the following analyses (by Gibb) : — 



Precipitated by 

Spongy iron. 

Heavy scrap. 

Light scrap. 

i 

« 


Per cent. 

Per cent. 

Per i-out. 

Copper , , 


67-50 

7-250 

67-50 

Arsenic . 


0-137 

0-306 

0*100 

Silver . 

•4 

W 0-cii 

0*046 

o*o66 

Lead 

1-30 

2*60 ' 

1-74 

Fciric oxide . 


5-15 

4.41 

7*56 

Carbon . 


5-10 



Silica . 

■| 

3-20 




At Oker the composition of the copper precipitated by 


^‘?cran-iron 

and dried at lOO' C. 

was : — 






Per cent. 


Cu . / 



77-45 


Pb. . .. . 



0-63 


Ag. r . 



O-IO 


Bi . . 



o-oo6 


As . i 

t 


0-04 


Sb ^ . 



0-15 


Fe,p, . 



6-72 


f Al20<j • . • 

V 


o -'99 


-Zi' . 



t 1-02 


Mn 



0-02 


Co+Ni‘ . 



0-03 


CaO .* 



0-10 


+ Alkalies . 



27 * 


SO. 


% 

4-58 





1-19 


Insoluble in acids 



0-6 1 


( )xygeQ + moisture (by loss) 


3-654 


lOO-CXX) 
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The following is an analysis of copper precipitated from 
pyrites-cinders at ihe Witko\/itz works, dried at loo'’ (Schneider, 
Fischer's Jahrcshr., 1884, p. 163): — 


Cu 

CuvO . 

Ag . 
Au 

Bi*()3 . 
Fe ,03 . 
Znb . 
As, .0.5 . 
PjO.', . 
CuCl . 
FeClo . 
CoCl, . 
NiCL . 
AsCl;. . 
PbSO, . 
Na,>SO.j 
CaSO^ . 
MgSO, 
H.,(^ . 


Per cent. 

1 1 -301 together 
6S-3 i/ 69-45 Cu 
2-521 
traces 
0-19 
3-86 

0- 45 

1- 18 
0-20 
0-32 
o-i6 
0-29 
0-07 
1.32 
2 19 
3*39 

. 5 * 3 ^ 

0-59 

2-98 


99-641 


This product is either sent to copper-smelting works or 
smelted at the wet-extraction works themselves. The copper 
precipitated from the aqueous solutions, if kept separate fron^ 
that from the acid solutions, can alwajjs be smelted direftly f{jr 
blister-copper by adding to it lim.x. and slags , but the copper 
from the acid solutions is frequently so^mpure that it has to fee 
mixed with raw ore, or else with soda-waste aiTd slags, and 
smelted for “coarse metal^’ \vhich yields ()lister-cop5:>er bnly 
after a second roasting. Finally the usual rafining take^ place. 
At other works b;Tth precipitates arc meltec^ together, being 
charged at once fnto the furnace in the nioist state. * The^lags 
produced in this operation, containing*from 3 to 10 per cents of 
copper, are utilised by smelting them for covse metal (in a 
circular blast-furnace,* 3 ft. wide, with four tuyeres), with the 
addition of soda-waste (calcium sulphiSe and*carbonate). The 
mass collects in a well, where the^ coarse ipetal separatees from 
the slag, and the slag (a “singulosilicftte”)* continual!^ runs off 
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into a bogie. In order that such furnaces may be quickly taken 
down when the separated iron renders the smelting difficult or 
impossible, the upf er furnace-shaft, together with its jacket, is 
supported on iron pillars,' so that the proper smelting-shaft up 
to a height of 5 o** 6 ft. stands quite free within the pillars. 
The coarse metal here obtained contains about 30 per cent, of 
copper, and is worked up in the usual way by calcining, smelting, 
and roasting. 

The furnaces for smelting the copper precipitate used at 
English wet-extraction works are reverberatory furnaces of the 
well-known Swansea type. After smelting, the slag is skimmed 
off, and the copper tapped as blister. When spongy iron has 
been used, the excess of carbon prevents the copper from being 
melted directly to blister ; therefore about one-half of the pre- 
cipitate is calcined in large calciners similar to those for roasting 
burnt ores with salt. Mere the carbon is burnt off and the 
copper partly oxidised ; the calcined precipitate is mixed with 
raw* precipitate and smelted, as above, for blister. The blister- 
copper is refined by roasting to oxidise the iron, sulphur, etc., 
followed by reducing by^arcoal the oxide of copper produced 
in the roasting, and poling according to the method usually 
employed by the copper-smelter. 

Working-results of tin Ordinary Copper-extracting Process , — 
At the Duisburg Works {cf. Hasenclever, Bcrl. Ber., 1896, p. 
2862) the yield from 1000 kg. Rio-Tinto pyrites-cinders is 610 
JUg.«fnrple ore, 34 kg. copper, 29-5 g. silver, and 0*1 g. gold. As 
the sale of the large quantities of purple ore is becoming 
difficult, the Duisburg ^;iffper Company have started to work 
bla.st-furnaces of their own. 

^Clemmer (i//;/. viii. p. 202)^gives the following calcula- 
tions of t'ne cost of daily treating 2 (^ tons of mixture of cinders 
and sa.hs,at NatroKia :~Eighty worl^men at wages from $1*50 to 
$2-50, together 3475 ; unloading cinde’rr and salt, loading 
purple ore, $35; 21 tons salt, $63; pyrites fines, $7; 20 tbns 
cpiil,^20 ; 5^ tons sheet-h'on scrap, $38- 50 ; repairs, depreciation, 
management, $40 : total $338-25, or $1-87 per 2000 lbs. pyrites- 
cinders. 

The copper produced is pure and tough. It takes l 
good ^lace a marketable article; and its composition 
in cornpari.son with tha\ of Engli|5h copper made by. tlift 
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ordinary method of smelting may be judged from the following ' 
analyses : — 


— r"“" 

• 

Copper from wet 
process. 

“ Knglisb " copper 
(Field's analyses). 

B.S. 

Tough. 

Silver . ^ . 

Arsenic 

Antimony . 

Bismuth 

Lead .... 

Per cent. 

0022 

0030 

o-oo6 

Per cent, 

0016 

0-170 

trace 

0-019 

0-002 

Per cent. 

0-035 

0-105 

0-0 10 
0-035 

Per cent. 
0-047 
0-090 
trace 
0-130 


The complete removal of the arsenic is said to be effected, 
according to Bischof (1862), by precipitation with spongy iron — 
according to Down (1870), by almost completely neutralising 
the copper-liquors with lime, followed by precipitation with 
scrap-iron ; the foreign metals are said to remain in solution in 
this case (?). Gibb declares both statements to be entirely 
erroneous {cf. above, p. 1514); but it is qi^ite possible that in 
Down’s process the arsenic is removed at a previous stage, viz., 
on neutralising, as ferric arseniate. 

Extraction of the Silver contained in Burnt Pyrites , — 
According to Phillips, the cupreous pyrites-cinders contain on 
the average 0 0027 per cent, silver and o-oooi per cent. gold. 
These metals on calcining with salt are converted into chlorides ; 
and, owing to the solubility of AgCl in NaCl, the silver is^ 
found mostly, the gold at least partly^in the liquors obtaf??ed 6y 
lixiviating the calcined ore. In order to fmiher this, Phillijjs 
adds some more common salt in thSilixfviating-tanks. These 
metals are now recovered in most workS usually»by the process 
of Claudet (B. P. 282 of 1S70). This proems consists in {« 4 cipi- 
tating by a soluble iodid#*the silver from tl^ liquors in the state 
of Agl, which is ghite insoluble in solufions ofthlondes. Only 
the first three* liquors (which contain ^95 per cefit. of^all the 
silver) are employed; the diluted .sta'te of th» other liquors 
would make thg recovery of the silver from them unprofitable. 
The liquors, beforfe they undergo precipitation with iron,^ 
are completely settled, run into a gauged tank, and their 
contents of silver accurately estimated Jjy adding to a certain 
volume hydrochloric acid and a sOlutieJn of Tead negate, and 
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‘ afterwards potassium iodide. The precipitate is collected on a 
filter, washed, dried, and fused with a flux ojf soda, borax, and 
the finest carbon. The lead regulus obtained is cupellated; 
ancj from the weight of th?, silver thus obtained, that contained 
in the liquors is computed. To the liquor a solution of potassium 
or zinc iodide of known strength is now added in sufficient 
quantity to precipitate all the silver; the iodide solution is 
diluted to such an extent that it amounts to about one-tenth the 
volume of the liquid ; the precipitate is allowed to settle ; the 
clear liquor is tested in the laboratory to see if all the silver is 
thrown down ; and if so, it is run into the tanks for precipitating 
the copper, where it is treated in the usual way. The quantity 
of iodide employed for the precipitation is much larger than 
that corresponding to the silver present, since a portion of the 
lead is thrown down as Pblg. Probably the silver is precipitated 
before the lead ; but as it is not possible to bring all the silver 
contained in the liquor into contact with the iodide before the 
latter, has also come into contact wdth molecules of lead, the pre- 
cipitate always contains a good deal of lead ; so that necessarily 
a corresponding excess of>e precipitant is required. 

The precipitate, consisting mainly of Agl, Pblo, and PbSO^ 
(which falls down on the cooling of the liquor), is well washed with 
water ; and when a sufficient quantity of it has been collected, 
it is treated in the moist state and hot with metallic zinc and a 
little hydrochloric acid. Thus the Agl and Pbl^ are decom- 
posed completely, the PbS04 partly, and a liquor containing 
zfhc %iiide is obtained, which is employed over again for 
precipitating argentiferous liquors in proportion to its percentage 
01 iodine. On the other /^nd, a metallic sponge, mixed with 
pieces of zinc, is obtained having the following composition — 


i 

^ Per cent. 

Ag . 

• •'* . 5*95 

Au . *• . 

. r . 0-o6- 

Pb '. ,, .• 


Cu , 

. . o- 6 o 

7 .nO ^ . 

• I 5'46 

Fe.,0, 

1-50 

Cab 

, r-i6 

SO, . , . 

7*68 

Insoluble residue . 

1*75 

Oxygen ancl loss . 

3-62 
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This is sent to the silver-works. Usually the argentiferous 
copper-liquor is first mixed vith the solution of Znig obtained 
in reducing the^Agl, etc., and the last por>^on of the silver is 
precipitated by KI. A certain loss ©f the latter is unavoidable, 
whatever care be taken. In this way Phillips obtained about 
two-thirds of the total silver contained ^in the burnt ore, and 
about a similar proportion of the gold ; several others have not 
been content with this, and have given up the process, probably 
because sometimes on calcining with salt too much CU2CI2 is 
formed (its quantity varies from o upon 670 CuCl, to 0-62 
CuCl upon 375 CuCy, and in its presence the silver seems to 
be incompletely precipitated by iodides. At Phillips’s works 
special care was taken to avoid the formation of cuprous 
chloride ; and, perhaps on this account, Claudet’s process has 
been more successful there than elsewhere. 

An improvement on Claudet’s process is asserted to be 
offered by the process of E. L. Mayer, patented in 1877, The 
copper-liquor is precipitated with a solution of^glue and KI, 
whereby Agl is precipitated ; the remaining solution contains 
very much copper and only a few thousandths per cent, of Ag. 
After the precipitate has settled down, a solution of tannin is 
added and a little more precipitate obtained. The precipitates 
are washed with similar dilute acid* as serves for dissolving 
the copper-ores in order to remove the copper they may 
contain. The acid is neutralised with lime, and treated with 
alkaline sulphides in a revolving drum till all iodine is removed ; 
the solution containing iodides can used for again ^>recipi- 
tating silver. The remaining sulphides of lead, silver, etq, are^ 
to be worked for silver. The addition of* glue and afterwards 
of tannin has for its object to congloSierate the extremely 
finely divided Agl (of which otherwise a portion womld e^lfape 
collection) into a larger miss. 

Another proeq^'s was worked out by Gibjp 'and GeJstharpe 
(B. P. 624 of 1871). It is based dh the obsej-vation, tha’t if a gopper 
solution containing very little silver treated witli* sulphuretted 
hydrogen, by faj* the largest portion of the* silver is thrown 
down as Ag^S with* the first portions of CuS/ The HgS is 
made from the tank'-waste of alkali-works i'jy treatment with 


u dilute hydrochloric acid in wooden vessels ; the hydrochloric 
acid enters the vessel underneath a fJlse Bottom mad% of boards 
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covered with furnace-slags, and runs out near the top completely 
saturated. The vessels need not be air-tight, as the gas is 
aspirated from thenj by an air-pump, the deliveny-pipe of which 
is provided with branches* for every one of the precipitating- 
tanks ; an india-rubber hose conveys the gas into these, and, 
when moved about in Jthe liquid, sufficiently agitates it by the 
escaping gas. The process is continued until as nearly as 
possible 6 per cent, of the copper has been precipitated, which 
generally takes twenty minutes. The bulk of the copper, 
which otherwise shows on the average i8 oz. of silver per ton, 
shows after this treatment only 2 to 4 oz. The 6 per cent. CuS 
precipitated at first, however, contains 200 oz. silver per ton. 
The dilution of the gas by air seems to be favourable to the 
process. The precipitate is allowed to separate into clear 
liquor and denser mud ; it is washed several times by decanta- 
tion, and then pressed in a filter-press. The damp sulphides 
are calcined in an ordinary calciner; the product contains 
one-fourth of J^he copper as sulphate, the remainder as oxide 
or oxychloride, and the silver altogether as chloride. It is 
roughly ground, washed witlT water, and the solution of CUSO4, 
which only contains i oz. of silver to the ton of copper, 
precipitated as usual. The residue, consisting mostly of CuO, 
is systematically extracted by hot concentrated solution of 
common salt, which dissolves nearly all the silver, leaving only 
3 to 4 oz. of silver per ton of copper in the residue. The 
I solutjl^n containing the silver is piecipitated by milk of lime, 
th^ precipitate washed w’ith water to remove the CaClg, then 
;yith ^dilute sulphuric acid to dissolve the copper, then again 
wifh water, and leaves at^ast a residue containing 9 per cent 
of silver as AgCl, worth £700 per^ton. It contains beside 
principally the sulphUtes of calcium and lead. This treatmen 
is .stated^ to cost 9d.*per ton of burnt We, and tp yield about 1 
oz. of silver, of fh§ value of 2s. 6d. ; but, in this shape, it appear 
to have been discontinued. 

Chadwick' and Jardine<(B. P. 2951 of 1875) described a nev 
desilverising pro«ess, which was introduced .at Henderson* 
works at Irvine. The cop^per liquors are diluted to 20'’ or 25 
Tw., and a very wefak solution of lead acetate is added, whid 
is equivjilent to the whole of {he Ag, As, Sb, and Bi, less an; 
Pb already contained in Vhe pyrites.^ Usually about 
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of brown sugar of lead per ton are used. On agitating, a 
light yellow precipitate is obtained, consisting of 53 per cent, 
lead sulphate, ^ to 6 per cent, silver sulphaie, and 3 oz. of gpld 
per ton of precipitate (say, o-oi per cent.). After thorough 
washing, the gold and silver can be obtained by smelting and 
refining in the usual way. The cop^^r is said to be thus 
obtained free from As, Sb, and Bi. 

According to Snelus (1875), finely divided iron dust is to 
be injected by a blower into the copper-liquors, just suffi- 
cient to precipitate 19 per cent, of all the copper; this is said 
to carry down 80 per cent, of all the silver contained in the 
solution. 

Phillips (B. P. 3923 of 1887) prescribes mixing the copper 
precipitate with common salt and soda, moistening with water, 
and grinding in a pug-mill to a paste. The mass is dried and 
calcined in a reverberatory furnace, constantly stirring, till all 
the copper has been converted into CiiO and all the silver into 
AgCl. The alkali added decomposes any volj^ile copper salt 
present, and almost entirely prevents any Volatilisation of silver 
during the calcining-process. The AgCl is extracted from the 
calcined mass by treatment with a hot solution of common salt. 
(This is essentially like Augustin’s proce.ss of 1840, applied to 
the extraction of silver from ordinary ores.) 

Thilo ( 67 /m. ZdL, 1886, p. 822; /. Soc. CJiem, hid,, 1886, 
p. 584) gives special prescriptions for estimating the very small 
quantity of silver (0*003 to o*oo8 per cent.) contained inj)yritcst 
cinders. 

According to Clemmer {Min. hid., viii. p. 202, and ix. p. 2^) 
the Claudet process {snprii, p. 1517) h>s been entirely given tip in 
the United States. The^silver and gol 3 are left* in the ^ment 
copper, and arc paid for qt 95 per cent. V)f their v^lue oy the 
electrolytic refiners, as wpll as by the blue*vitriol wprj^s. 


Waste Liquors from the Copper Extraction. 

Utilisation^/ the Sodium Sulphate contained in the Mother- 
liquors from the Precipitation of Copper. — Wo have mentioned 
above the process of Gibb and Gelstharpe*(p. 1519)* which has 
been abandoned. At present’^he acid nnotherdiquors are every-^ 
where allowed to run yito the rivers, afid the sodfum sulphate 
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contained in them is lost. At a large copper-works for a time a 
process was employed by which ferric oxide wae simultaneously 
obtained of great parity and fineness, so that it^ could be sold 
on'tbe large scale for red paint. The acid liquors were boiled 
down to dryness in a brick furnace; the residual mass of 
sodium sulphate and chloride and iron salts was ignited, and 
ground very fine under edge-rollers; it was then carefully 
calcined in an ordinary calciner until all the irqn salts were 
peroxid ised. The mass was treated with hot water and allowed 
to settle ; the ferric oxide deposited* only required washing in 
order to become marketable as Venetian red. The solution 
(containing chiefly Na2S04 and NaCl) was concentrated in pans 
by means of steam circulating in a worm, an agitator preventing 
the salt from adhering in crusts to the bottom and sides of the 
pan and to the worm. At a concentration of 1-37 to 1-40 
sp. gr. nearly all the sulphate was found to be separated ; the 
liquor with the suspended salt was drained off the precipitate, 
whichtwas wash^ed with a Ijttle hot water and dried in a furnace. 
It contained only about 1 per cent, of NaCl, and not a trace of 
iron ; so that it was very we|^'adapted for glass-making. The 
high price of coals caused this process to be given up at the 
time, and it does not seem to have been taken up again. 
Probably the first step, viz.pthe evaporation of the acid liquors 
in a brick furnace, would present the same difficulties as in 
Gibb’s process. 

^ EUj-s (/. Soc. Chem. Ind., 1S84, p. 613) proposed, in lieu of 
concentr£|iting the liquors fey heat, to do so only partially, and 
then to, promote the crystallisation of sodium sulphate by cool- 
ing. « He mentions no frial^ made on the large scale. 

' E. de Cuyper (Ger. l^s. 53261 and^54i3i) cools the liquor 
down^lo —•3'', at which temperature^ all the sulphate of soda 
crystallises out, whilst the chlorides ofiron, zinc, sodium, etc.» 
remain in solutioi^ even at ~ 10" C Aftef removing the 
Glauber’^; salts, the liquor is boiled down to dryness and the 
residue is calcined; pure ftrric oxide is formed and is freed 
from the zinc chlcxride by lixiviation. 

^ Jurisch (Ger. P. 41737) seeks to utilise the waste liquors after 
extracting the copper in the following manner:— They are 
almost neutralised, in tubs provided with mechanical agitators, 
TSy means* of calcium 'carbdnate; air ^nd steam are blown 
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through, and in the same ratio as ferric sulphate is formed milk 
of lime is added^ without, however, allowing all the acid to be 
saturated. When all the iron has been precipitated the mud is 
run into the settlers, the clear liquor is ^drawn off, and^ Ihe 
deposit is passed through a filter-press. It contains some zinc 
salt, calcium sulphate, and carbonate, and can be made richer 
in iron by employing it the next time for the saturation of fresh 
liquor. The basic sulphate of iron thus formed can be employed 
for making sulphuric anhydride, oxide of iron, paint, etc. The 
liquor drawn off from it iS mixed in an agitator with enough 
milk of lime to produce basic reaction ; the zinc hydroxide 
precipitated contains some basic ferric sulphate, manganese, 
and calcium carbonate, and can be utilised in a suitable 
manner. 

According to a communication of the inventor in the C//cm. 
Ind., 1888, p. 3, 50 cb.m, of waste liquor, containing 40 g. 
ZnCl^ per litre (from pyrites containing 1*5 to 3 per cent. Zn), 
would yield by his process 806 kg. feiric oxide mixed, with 
calcium carbonate, 3600 kg. ammonium sulphate, 1444 kg. zinc 
oxide (50 per cent. Zn), 3245 kg. common salt, and a little 
potassium chloride. This statement is, however, only derived 
from analyses and laboratory trials, as Jurisch’s process has not 
found any practical application. It jvill be interesting, though, 
to quote from his paper the composition of the liquor he worked 
with, obtained from the Witkowitz iron- and copper-works, with 
Hungarian pyrites. 

One litre contained : — 


8-6 grammes free HCl,^ 

73*0 

Na,.SOi, 

3*6 ^ >j 

K,S()4, 

40*3 ^ 

NaCl,« 

25*9 

FeCl,, 

3*1 

FeCI,, 

6-4 » 

otheif matters. 


He also gives actable of the copper and zinc percentages of 
a great many descriptions of pyrites* , 

Wigg, Steele, and Wigg (B. P. 13722^ of 1884) mix the waste 
liquor with waste chloride-of-c&lcium liquor from th^ Weldon* 

f 
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process in equivalent proportions, when a wtiiie ouiKy precipi- 
tate of calcium sulphate is formed, which is filter-pressed and 
sold as “ pearl-hardening.” The filtrate is treated with milk of 
lime^ which precipitates ferrous hydrate, and this is oxidised by 
injection of air or chlorine, washed in a filter-press, and furnaced 
to yield paint of various shades. Another patent of Wigg’s 
(5620 of 1885) prescribes precipitating the iron by means of 
ammonium sulphide, and a third patent (11129 of 1885) 
describes apparatus for these treatments. 

Bird’s patent (B. P. 12458 of ^887) seems to contain no 
essential new feature. 

Grabowski (Ger. P. 7 1917) concentrates the liquor by 
evaporation and crystallisation of Glauber’s salt to sp. gr. 1-56 ; 
he then applies to them an electric current of great intensity, 
with lead and copper electrodes, by which arsenic and antimony 
are precipitated as metals at the cathode. 

Brewer (B. P. 1348 of 1895) ^^^ds to the liquor a sufficient 
quantity of calcium-chloride solution, separates the resulting 
solution from the precipitated calcium sulphate (pearl-harden- 
ing), removes the silver, and afterwards the iron by calcium 
carbonate (in the shape of ^caustic mud ”), then nickel, cobalt, 
and manganese by bleaching-powdcr. This treatment practi- 
cally leaves only the chlorides of zinc and calcium in the 
solution, which is electrolysed in order to obtain metallic zinc 
and free chlorine. 

6iii!er Processes for ^xtractmg Copper from Pyrites- 
Cinders, 

.n lieu of precipitatiif|^ the copper by iron, Weldon (B. P. 
56o7^f 1 882) proposed, as a cheaper , process, to employ waste 
chloride of calcium *rrom the Weldon process of manganese 
recovery^or, other ojAirations, which produces a mixed solution 
of copper and sodium chloride, holding calffiu,m sulphate in 
suspension. The latter* is to be separated by filtration, and the 
copper then precipitated b^ Kme. This process does not §eem - 
to have found anj^ practical application. 

It is unnecessary to say that the copper can be precipitated 
from its solutions by the electric current, but we cannot enters 
into thisisubject ;n the* present treatise. 
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Hopfner (Ger. P. 66096) adds to the copper-liquor so much 
NaCl or CUSO4 that the proportion Na2S04H-CuCl2 is attained ; 
then he adds metallic copper, whereby all the copper is precipi- 
tated as cuprous chloride, together with the lilver in the metallic 
shape. From the mother-liquor, sulphate of soda is recoverable. 
Other modifications of the process are also proposed. 

P. Spence (cf. Alkali Inspector's RepoiH^ 1877-78, p. 48) burns 
the -pyrites (finely ground) in a furnace provided with mechani- 
cal stirrers th&t plough up the ore into ridges, making a change 
of surface every two and a half minutes {cf. pp. 488 et seq^. He 
asserts that in this way he burns 3 tons of ore in a furnace in a 
day, and renders all the copper soluble to 0-24 per cent. ; thus 
he is able to wash out the copper salt and avoid the subsequent 
roasting with common salt. As much as 4-6 per cent, of 
sulphuric acid is left in the ore, rendering the copper soluble. 

H. and Ch. H. Hills (B. P. 1621 of 1878) separate the coarse 
and fine portions of pyrites-cinder*' by sifting. The 6ne por- 
tions are calcined with salt in the usual manner ; the coarse 
portions are lixiviated with dilute hydrochlorfc or sulphuric 
acid, and the copper is precipitated from the liquor by means 
of iron. 

A very similar process of extracting copper from pyrites- 
cinders has been described by Jetzler {Dingl. polyt. ccxvii. 
p. 478). He worked pyrites from borsa-Banya, in Hungary, 
containing only i-oi Cu. The burnt ore decays easily on lying 
in the air ; and after sifting off the not decayed ore through a 
sieve with ten meshes to i cm. square, the coppe^an i)e* 
extracted by hot weak hydrochloric acid ':f 3° to 4° Tw. ;• 
probably ferric chloride acts her^ chlorinating the * lower 
sulphides of copper, and being reduced io FeClg^ On washing, 
solutions of 24° Tw. are obtained, which, besides copper, qentain 
Ag, Pb, Al2(S04)3, etc. JThe metals were precipitated by scrap- 
iron ; and the pre,cipitate»was sold to a* smeltipg- works accord- 
ing to its valu« df Cu and Ag. The procest did not pay very 
well, as the residue could not be used afs an iron-ore. • 

Another process was patented (m 1873) to Baron Leithner 
in Austria {Dihgl polyt. ccxi. p. 349). Th% burnt ore (in this 
case containing about i per cent. c(fcf copper) Is to be smelted 
with 36 per cent, calcium hydrate in a kiln heated by the waste 
gas of a blast-furnace ; the producl^is to*be smelted fot pig-iron;i 
r 
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which now contains 2-09 per cent. Cu, and this is to be used 
for precipitating copper ; so that its own copper is utilised 
as well. 

' Some British patents of Mason’s (2984, 2992, and 2993 of 
1877) seem to contain nothing new of any importance. 

The whole of the processes connected with the wet extraction 
of copper, as far as published up to the end of 1878, and 
including many proposals or actually employed processes not 
mentioned here (because they do not refer specially to the 
treatment of pyrites-cinders from sulphuric-acid works), are 
described in a condensed form by Bode polyt. ccxxxi. 

pp- 254. 357. 428). 

The patents of Hargreaves and Robinson (B. Bs. 5601 of 
1886 and 3704 of 18S7) for extracting gold, silver, and copper 
from pyrites can be only briefly mentioned in this place. 

Mr John Hargreaves informs me of the following results, 
obtained in 1887 by this proces.s. He treats the pyrites-cinders, 
obtained in the usual manner, in a closed chamber with fire- 
gases and excess of air, fn order to burn all the residual sulphur; 
the mass is allowed to cool down to the point where no cupric 
chloride can be volatilised, Cnd is then treated with gaseous HCl 
till it is sufficiently decomposed It is then lixiviated with 
water in tanks, after being moistened with strong hydrochloric 
acid ; the residual ferric oxide is obtained in lumps, which are 
immediately ready for the blast-furnace. 

The cinders originally employed contained, according to the 
' siee ofej^e grain, from i-oo to 1-09 per cent. Cu in a shape soluble 
< in <vater, 071 to 1-09 soluble in hydrochloric acid, i-6i to 279 
hispluole. They were pa5‘?cd through a sieve with seven meshes 
per linear inch,, and chlorinated as above described. The average 
frointr^he upper part of the chamber thtn tested 3-90 per cent. Cu 
soluble in water, 0*63 soluble in weak hydrochloric acid, 0-56 
insolubl^V from .the lov>'er part of thb chamber' 3-51,077, and 
0-28 per cent, resfjectively. The treatment *fol* burning the 
residual sulphur lasted from twenty-six to ninety-six hours, the 
chlorination from twenty-four to seventy-two hours. The liquors 
contained pretty much silver and a little gold; the washed 
*esidue contained only o-8‘vO o-i2 per cent, copper. (I am not 
aware whether this, process is now actually at work or not) 

Chase (Ger. R 120277) mixey ground pyrites-cinders with b 
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little carbonaceous material, roasts the mixture at a full red- 
heat with access o^air, mixes the product with a quantity of salt 
corresponding t(j the amount of copper pre^^ent, and then con- 
tinues the process in the ordinary way. • 

Pezzolato (Austr. P. 3882) mixes the cinders with 2 percent, 
coal, and heats them with exclusion of air. The cooled and 
ground product is brought under the action of a magnetic ore- 
separator which takes out the iron compounds, together with 
the copper ; fro’m the acid solution the copper is precipitated by 
metallic iron, and ferrous sulphate is recovered from the solution 
left behind. 

Tixier (Gcr. P. 209508) extracts copper and other metals, 
except gold, from pyrites-cinders by treating them with chlorine 
in statu nascendi in an acid solution at 70'’ to SoVv^ j by mixing 
them with 2 to 5 per cent, bleaching-powder or adding sulphuric 
acid or tepid hydrochloric acid. 

Treatment of Very Poor Cupreous Cinders . — The case no\y 
occurs much more frequently than formerly, that ores con- 
taining only one or two per cent, of coppor are burned. In 
such cases the cinders are too poor to apply the treatment 
described above, pp. 1472 ct seq., beginning with roasting the 
ground cinders with salt ; on the other hand there is too 
much copper left in them to meet tjinc demand of the iron- 
smclter. To overcome this difficulty the acid treatment, 
mentioned in some of the processes described, p. 1498, is 
applied. Frequently the cinders are previously exposed to 
the air for some time, in order to rej;ider some of thei^opp^er 
soluble in water ; sometimes they are put in the leaching,- vats^ 
quite fresh and warm. It depends %pofi the nature of tiie 
ore which of these two ways is preferable* and it must be f^nd 
by experience in every practical case. • 

The acid treatment ta^es place in lead-lined wooden^ boxes, 
provided with a false botfom, and is carried dli as (^escribed, 
pp. 1498 et seq^y l^eginning with weak Hquor from a p^vious 
operation, to which is added a littfe sulphuric* acid, 2 or 3 
per cent, of the^ weight of the cinders. This acid liquor is 
left in contact with the cinders for two days ; the strong ^ 
^ liquor thus formed is then run off i 3 to th^ precipitating-tank 
and is replaced by weaker washings an^i ultimately by fresh 
water, so that the operation is finished in seveti or tight days. 

• « a ^ E 
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The weak washings formed are pumped back into other 
leaching-tanks by means of injectors. T^e copper is pre- 
cipitated in lead-lined vats by means of scrap-iron, suspended 
iii .wicker baskets* or otherwise, at a temperature of 50° or 
60° C. The precipitated copper mud is sold to iron-smelters, 
or is roasted into oxide in reverberatory furnaces and dissolved 
in hot weak sulphuric acid, to manufacture cupric sulphate. 

By this treatment it is hardly possible to extract all the 
copper, but sufficiently so to render the cinders fit for the blast- 
furnace. 

The manufacture of cupric sulphate from pyrites-cinders 
and low grade copper ores is described by Mill berg in Chem. 
Zeit, 1906, p. 51 1. The liquor obtained by lixiviation is treated 
with air, whereby the iron is precipitated in the shape of 
ferric oxide and the copper remains in solution as sulphate. 
If manganese is present, it is removed by precipitating the 
copper with milk of lime at a blasting-heat. Alumina is 
precipitated before the copper, and is thus kept out as well. 

Mastbaum in Chem. Zeit.^ 1912, p. 30, reports a case where 
the shifting about of ^t lixiviated pyrites - cinders in a 
steamer nearly caused it to founder. 


Oeneral Remark, 

On lay mg out a copper-extraction zvorks the levels must be 
carefully attended to, so that the very large quantities of 
svDlid i^ibstances and liquors may be easily moved about. At 
Ofeer, Hebburn, etc., all tlie apparatus are arranged at different 
Veyels. The design «of /he Oker works has been published 
by Brauning. {cf. the '^quotation on p. 1473). The top level 
is tK?cupi^d by the^ charging-loft; t?o this the burnt ore and 
the salt are brought by bogies; attached to it are two edge- 
rupners,* efach of which grinds daily 1 5 tons of ore and 2 \ 
tons of salt dowff to a size of 2 mm. The' mixture is takeii 
by ^bogies tp the furhaces, situated at a little lower level; 
the furnaces are heated by gas-producers, situated still loWer 
down. Below tiie furnaces there follow, at three descending, 
levels, the lixivia ting-tanks, the precipitation-tanks, and cisterns- 
for the “final liquor,” from which it is pumped up again by 
injector^ and used for.lixiwatiilg fresh ores. 
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Statistical. 

According to'the Report of the Chief Inspector of Mines 
for the year 1909, the quantity of ^uprifeA>us pyrites-cinders 
worked during that year in Great Britain was 414,680 tons, 
from which there was recovered 14,285 tons metallic copper, 
1822 oz. gold, and 317,461 oz. of silve^ (the precious metals 
by Claudet’s process, p. 1517). 



CHAPTER XIV 


APPLICATIONS OF SULPHURIC ACID AND STATISTICS 

The principal applications of sulphuric acid are the following : — 

1. In a more or less dilute state (say from 144'" Tw. down- 
wards). For making sulphate of soda (salt-cake) and hydro- 
chloric acid, and therefore ultimately for soda-ash, bleaching- 
powder, soap, glass, and innumerable other products. Further, 
for superphosphates and other artificial manures. These two 
applications probably consume nine-tenths of all the sulphuric 
acid produced. P'urther applications are : — for preparing 
sulphj^irous, nitric, phosphoric, hydrofluoric, boric, carbonic, 
chromic, oxalic, tcvrtaric, citric, acetic, and stearic acids ; 
for preparing phosphoru|r’ iodine, bromine, the sulphates 
of potassium, ammonium, barium {plane fixe), calcium {pearl- 
hauiening)\ especially also for precipitating baryta or lime 
as sulphates for chemical^^processes ; sulphates of magnesium, 
aluminium, iron, zinc, copper, mercury (as intermediate stage 
for calomel and corrosive sublimate); in the metallurgy of 
^ copper, cobalt, nickel, platinum, silver ; for cleaning (pickling) 
slfUet-ia^in to be tinned ^or galvanised ; for cleaning copper, 
‘silver, etc.; for manufacturing potassium bichromate; for 
w'orking galvanic ceHs,^^uch as are used in telegraphy, in 
electroplating,. etc. ; for* manufacturing ordinary ether and the 
com{>tsite , ethers; fpr making or ‘'purifying many organic 
colouring - matters, .especially in tlife oxidising mixture of 
pot^ssiun^i ‘'bichromate « and sulphuftc acid^ for parchment 
paper ; for purifying many mineral oils, and sbmetimes coat* 
gas;, for manufacturing jstarch, syrup, and sugar; for the 
saccharification oj" corn ; for neutralising the alkaline reaction 
of fermenting liquors, such as molasses; for«effervescent drinks^ / 
^ior preparing tallow pre\1ously to melting it ; for recovering, 
the fatty acids from soap-suds ; for destroying vegetable fibres 
in mixefl fabric^ ; generally, in* dyeing, calico-printing, tanning; ; 
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as a chemical reagent in innumerable cases ; in medicine against 
lead-poisoning, ayd in many other cases. 

II. In a Concentrated State. — For manufacturing the fatty 
acids by distillation ; purifying colza oil ; fcfr purifying ben^he, 
petroleum, paraffin oil, and other mineral oils ; for drying air, 
especially for laboratory purposes, but also for drying gases 
for manufacturing processes (for this, weaker acid also, of 140'' 
Tw., can be used) ; for the production of ice by the rapid 
evaporation o’f water in a vacuum ; for refining gold and silver, 
desilvering copper, etc.; for making organo-sulphonic acids; 
manufacturing indigo ; preparing many nitro-compounds and 
nitric ethers, especially in manufacturing nitro - glycerine, 
pyroxyline, nitro-benzene, picric acid, and so forth. 

III. As N or dhausen Fuming Oil of Vitriol (A 71/iydridc'). — For 
manufacturing certain organo-sulphonic acids (in the manu- 
facture of alizarine, eosine, indigo, etc.) ; for purifying ozokerite ; 
for making shoe-blacking ; for bringing ordinary concentrated 
acid up to the highest strength as required in the manufacture 
of pyroxyline, and other purposes. 

Statistics on Sulphuric Acid. 

Concerning former periods we refer to the data given in 
former editions of this book, whiejj we do not repeat here, 
especially as they arc partly based on assumptions and cannot 
lay claim to any accuracy. We confine our data to such as are 
obtainable for more recent periods. 

Great Britain and Ireland.— ThQjewxmhtx of sulp^ic-ac*id 
works under Government inspection in England and Ireland in 
the year 1889 amounted to 221, inclufiiitg those in which the 
acid was entirely used up at the works themseives for alkali, 
manure-making, etc. In Scotland this nuqjber was 32. IiriSgg 
the figures were : 175 walks in England and Ireland, 24j‘n Scot- 
land ; in 1901, 172 vorks in England anc> Ireland, 24 iri Scotknd. 
Only two of thSse* worked the contact-procels. Ifi 190^ there 
were 154; in 1908, 162 ; in 1910, 15c «ulphuric-acid lead-chamber 
works in Great Britain, apart from 90 factories working by 
other processes, or merely concentrating and distilling the acid^ 

There are no statistics on the production of sulphuric acid in 
the United Kingdom. In our last editiop a calculation is made 
for it from the pyrites imported* wh 4 ch i.^ not ^ accurate basis 
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for it, and which we do not repeat now. We may take it as 
an approach to the truth that the production, of sulphuric acid 
in the United Kingdom, calculated as real H2SO4, has been 
abo,ut a million tons per annum, more or less, for a number of 
years past. 

From the Official Annual Statement on the Trade of the 
United Kingdom with Foreign Countries and British Posses- 
sions (edition of 1911), we take the following figures on the 
exports and imports of sulphuric acid (evidently including 
fuming O.V.) from and into Great Britain during the last 
years. The figures denote hundredweights : — 

In 1911, 6150 tons were imported and 9630 tons exported. 



IQOC. 

1007. 

1908. 

1909. 

1910. 

Sulphuric ucid imported (nearly 






all from Belj^ium and also 






from Geimany) . 

89,904 

75,086 

68,545 

74,246 

99,759 

ExporLcd acid made in United 






Kingdom . 

97,812 

77,770 

100,847 

144,864 

133,063 

Exported acid made abrord . 

4 i 

2,392 

81 

17 


Briiihh-made acid exported to 
foreign countries . 

1^^422 

6,282 

18,318 

50,231 

2I>423 

Britifih-niade acid exported to 





British possessions 

87,390 

71488 

82,169 

94-633 

111,631 

Foreign-made acid exported . 

4 

_jf 

2,392 

81 

17 



Germany . — Here also we abstain from giving statistical data 
for former years and refer to our last edition ; all the more as 

* wc ha(^to point out already at that time that the data obtain- 

• ablb were of little value*. The case is different with the 
dutimktes made by Ifesenclever for the year 1882; but this is 
too remote now, and wg* confine ourselves to more recent years. 

H^senclever {Chem. Ind., 1899, p.* 25) quotes the German 
production in 1898 as follows:— t> 

, ^ . • • Acid of 142” Tw. 

^ • * Tons. 

Made from 55,^83 torA, German pyrites . . 80, 

„ • 332,004 „ foreign pyrites . . 571,046 

„* zinc-blende . * . . . 136,868 

'Made at Freiberg, Oker, and Mansfeld from * 

mixed ores r . . . . 5o»738 

^Made from gas-oxide . . * . . 6,915 


845,582 « 659,554 tons 
real H2SQ’j 
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This is estimated on the basis of a yield of 143 parts acid 
142° Tw. on loo^parts German pyrites, or 172 on 100 Spanish 
pyrites. 

In 1900 the importation of sulphuric acitl into Germany was 
20,634 Ions, the exportation 37,738 tons. In 1902, 22,205 Ions 
were imported, 477,666 tons exported. 

The quantity of sulphuric acifl produced in Germany 
is stated =4685 tons in 1897 J 14,092 tons in 1898 ; 19,526 tons in 
1899; but this seems to include only that acid which came into 
the market, not that used up in the factories themselves for the 
manufacture of tar-colours, etc. 

Since, in 1901, 488,632 tons pyrites were imported into 
Germany, or 156,000 more than in 1898, we may, on the 
assumption that the other raw materials did not undergo an 
essential change, estimate the quantity of real HgSO^ made in 
Germany in 1901 = 878,002 tons. This equals the production 
of the United States in that year, and nearly approaches that of 
the United Kingdom. 

In 1904 the exportation of sulphuric ^cid •from Germany 
was 52,696 tons, the importation 16,087 tons. The total produc- 
tion in that year, according to Hascnclever {Chem. Ind,^ 1905, P* 
52), was : 

Tons. 

From pyrites .... #,100,000 sulphuric acid 60° Bd. 

„ blende and spent oxide of gas- 
works ..... 200,000 „ „ 


1,300,000 

Of this quantity about 500,000 of 600,000 tons wg^Aseci ?or^ 
the manufacture of superphosphate, 1 50,000 tons for ammpniujp 
sulphate. About 250,000 tons was Obtained by the contact- 
process in the form of high-strength acid and used in the 
manufacture pf dyes ai^d of explosives. • The remaindfr was 
used in the manufacture of saltcake, ofaluftiinium sulobate, and 
for other purpostis. - * 

Tons. Tons. * ^ 

In 1907 Germrny imported 59,753 and exported 49,902. sulphuric acid. 

„ 1909 „ 74,384 ,» « 

» 19*0 86,743 » ^^581 » 

,,1911 „ 99>6S3 ^ 64,8«8 „ 

Accurate official statistics concerning the manufacture of 
sulphuric acid, SOgand SOg in 1908, are fejund ia Chevu hd.y 1910^ 
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p. 753. The total production of sulphuric acid in Germany in 
that year was 1,150,524 tons, calculated as H2SO4, of which only 
6 per cent, was more than 100 per cent, acid, containing or 
consisting of anhydtide. This proves that the chamber-process 
stiirprevailed by far over the contact-process. The number of 
men employed was 6883. Of the raw materials, 55-8 per cent, 
was pyrites (of which Only 1 1-4 per cent, of German origin, the 
remainder mostly Spanish) and 35-5 per cent, blende (of which 
81-3 per cent, of German origin); 78*9 per cent, of the sulphuric 
acid obtained was made from pyrites, 1 57 per cent, from blende, 
the remainder from lead matte, gas-oxides, S and HgS. The 
production of liquid SO., was 5430 tons. The amount of pyrites- 
cinders obtained was 489,31 1 tons (of this 60*3 per cent, cupreous 
cinders, 30-2 ordinary, 9-5 containing much zinc); the weight of 
roasted blende was 357,202 tons. In the year 1909 Germany 
produced 1,296,316 tons ordinary O.V. and 138,395 tons Nord- 
hausen O.V. 

For 1910 Duisberg (Z. angew. Chent.y 1912, p. 6) estimates 
the pVoduction^-in Germany at i| million tons HoSO^, 300,000 
tons of which were made i^the two largest factories for coal-tar 
dyes. 

According to Chem. Ind,, 1912, p. 503, Germany produced 
sulphuric acid (calculated in tons of HgSOJ: — 




Year. 

Total. 

From 

pyrites. 

From 

zinc-bleude. 

From other 
materials. 

^1909 

1,223,075 ! 

1,380,739 

970,120 

*1,093,722 

I93i944 

217,630 

59,011 

69,378 


There existed the, following number of sulphuric-acid 
works ; — 

f . 


Year. 

• 

Cli .amber 
• «jdants.i 

t 

• Contact 
pla*itB. 

Mixed ^ 
plants. 

Consuming 
pyrites, -lens. 

Zlnc-blendo, 

tons. 

1909 • 

103 


5 1 

738,437 

458,402 

I9IW 

I- 

IO*i 

-a.- 


6 

1 835,878 

' t 

458,464 


France . — According to gChcm. Ind.^ 19 ^^ P* con- 

sumption of pyrites in that country and the amount of sulphuric 
acid manjifacturejl, as calculated from the former on the bases* 
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of 45 tons pyrites = lOO tons sulphuric acid, has been as 
follows : — 




Year. 

. 

Pyrites 

consumed. 

Sulphuric acid 
manufactured. 


Tons. 

Tons. 

1900 

397,000 

883,000 

1901 

461,000 

1,024,000 

1902 

1 42^,000 

940.000 

1903 

408,000 

907,000 

1904 

426,000 

947,000 


Yedi-. 

Pyrites 

Sulphuric aci «4 

con sinned , 

manufactured. 


^ Tons. 

Tons, 

1905 

518,000 

1,150 000 

1906 

589,000 

1,308,000 

1907 

615,000 

1,366,000 

1908 

592,000 

1,317,000 

1909 

508,000 

1,130,000 


According to VEfigrais, 17th November 1911, Chcm. Ind.^ 
1912, p. 78, France in 1911 manufactured 1,350,000 tons 
sulphuric acid 52" to 53° Be. in 73 acid works mostly 
from pyrites ; only 30,000 tons were made from zinc-blende 
and only 2 works burnt brimstones. The factories are 
distributed as follows : — 


Locality. 

Number of » 
Factories. 

• 

Production of 
acid. 



Tons. 

Paris and neighbourhood . 

10 

200,000 

North of France 

II 

300,000 

North-west .... 

9 

1 30,000 

East 

2 

10,000 

Central 

9 

250,000 

West 

13 

200,000 

South-west .... 

*7 

130,000 

South 

12 

130,000 


d 

Total (France) . 

73 

• 

1,350,000 1 


Most of the factories worked the old lead-chamber pt^Bcess ; 
but the Socidte St Gobain partly by the cpntact-process of the 
Badische, and the MaK'tfa and Kuhlraann cennpanfes by. the 
Grillo-Schrodet process. 

Austria in 1902 imported 12,4(40 tons suipnunc acid, and 
exported 9451 tons. In 1902, 4 works h^d introduced the 
contact-process' The total amount of sulphyric acid manu- 
factured was about 200,000 tons, strength, not mentioned 
^angew. Chem., 1903, p. 215). In Hungary, in 1909, there were 
9 works, producing 240,000 toni O.V. per annrfm. 
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Belgium in 1899 produced 210,000 tons acid of Gf B(^.= 

164.000 tons H2SO4. About 60 per cent. 9f this was made 
from blende, 40 per cent, from pyrites. In thq year 1903 the 
production was 3iolboo tons of 60'' Be. 

Italy in 1879 possessed 10 sulphuric-acid works, most of 
them of small size, producing 7140 tons of acid of 106°, 2210 
tons of 172'', and 2520 tons of 168^ Tw. ; say, altogether, 9883 
tons H2SO4. Since that time the production of sulphuric acid 
has very largely increased. In 1895 Candiani {Cliem. Ind.^ 18953 
p. 153) stated tlie total chamber-space of the Italian factories = 

108.000 cb.m., which, if they were fully at work, would be 
equal to a production of at least 65,000 tons H2SO4 per annum. 
A statement by Chiaraviglio, “ from official sources,” according 
to which Italy, in 1900, produced 220,000 tons acid, calculated 
as H2SO4, seems very doubtful. 

According to Z. angciv. Chem., 1903, p. 117, there was 
produced in Italy: — 



In 1900. 

In 1901. 

W' 

Tons. 

Tons 

Sulphuric acid (strength not stated) . 

229.555 

235.172 

Sulphur dioxide (liquid) 

1.4 

i 13*5 

Nitric acid . . • 

2,071 

2,069 


According to Chem, Ind., 1912, p. 146, Italy produced in the. 
ydar 191^0, 844,643 tons sdphuric acid, value 22,956,000 lire. 

^Rtissui produced, according to official information {Chem, 
hi(Li 1900, p. 542), in* 1^9 about 100,000 tons sulphuric acid 
from 50,000 tons pyrites; (about 12,000 tons of which was mined 
in Rmrla) jind 16,500 tons sulphur. Great part of this was made 
at Baku for the cheqiical treatment of«petrolcum products. The 
impprtati6n of ‘sulphurtc acid from ‘other oouhtries was but 
slight: about 500\ons in 1894; 280 tons in 1*89^ ; 220 tons in 
18964 165 toms in 1897. Tlje import duty for ordinary sulphurfc 
•acid is 22 kopek.j (gold) per pud = about £ 2 , ;js. per ton; fot 
fuming acid or , anhydride = i rubel (gold) 'per p\\d = £g, i8s. 
•"^er ton. The selling-pric^ varies from 075 to i-oo rubel per 
pud for strong acid, about o-6o rubel for chamber-acid, 0-40 rube}^ 
•for “ bla‘ck • acid'” (recovered from the acid-tar of petroleum 
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refineries by diluting with water, Temoving the tar, and con- 
centrating the aqueous portion by evaporation). 

According Chcm. Zcit.y 1901, p. 313, formerly all sulphuric 
acid in Russia was made from Sicilian sulpIfur,of which, evqp'in 
1898, 16,000 tons was imported. Now the pyrites found in the 
Ural Mountains, containing up to 7 per cent, copper, has largely 
come into use. Of this, 16,000 tons is obtained per annum, and 
another 33,000 tons is imported from Scandinavia and Spain. 
In 1908 Russia produced t6o,ooo tons ordinary and 4600 tons 
fuming O.V. 

Fedetijew {Z. angew. Chem.y 1902, p. 865) estimates the 
Russian consumption of Sicilian sulphur at 20,000 tons per 
annum, of Russian pyrites at 30,000 tons ; in 1901 73,600 tons 
pyrites were imported from Spain, Portugal, Sweden, and 
Norway. The amount of acid produced was about= 125,000 
tons H2SO4, and- about 1000 tons 30 per cent, fuming acid. The 
factories are situated at Wiatka, Kasan, Baku, St. Petersburg, 
Riga, Moskow. 

Suler {Vern. V. Intern. Kong, f angew. ^hcm.^ 1905, i. 
p. 747) makes the following statements on the annual production 
of sulphuric acid in Russia, the unit being acid of 54° Be.= 
120'' Tw. : — By the Ushkoff works, 20,000 tons; by the 
Tentelew works, 24,000 tons; in ^5 other works, 112,000 
tons. There was hardly any importation from abroad. 
The raw material was formerly mostly Sicilian sulphur, nowa- 
days pyrites, which is partly got in Russia (Ural, Caucasus, 
Donetz), but mostly imported from ,Spain, Portugal^wedefli, 
and Norway, Most of the sulphuric acid k consumed in the 
Baku district for purifying crude pelroleum and lubricatin'g 
oils. 

According to C/iem. Trade /., 1911, xlvpi.p. 230,^16 Russian 
Imperial Society says that the productign of sulphuric acid 
during the last ten years'" has not beeti very satisfa'ttbry, .and 
depends more an3 more on foreign raw material, notwithstand- 
ing the wealth of pyrites in Russia. "During that period the 
importation of. raw material for sulphuric ag^d rose threefold,^ 
and the home production fell considerably. Sulphuric acid is 
imported in increasing quantities, though not a great deaf 
There are in Russia 60 to 65 sulphuric - acid^ works, 
including those where it is only* a by-prottuct * (petroleum 
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refineries, colour works, gunpowder works, etc.). The annual 
production is about 200,000 tons. 

In 1908 {Chem, Zeit., 1909, p. 765) Russia produced 163,800 
tons ordinary and *^4500 tpns fuming sulphuric acid, corres- 
ponding to an increase of 66 per cent, within the last ten 
years. 

For the United States we possess unusually good materials 
for statistics in a report made by the Washington Census 
Bureau (United States Census Bulletin, No. 210). In the 
original the quantities are quoted in pounds weight and the 
costs in dollars per short ton (of 2000 lbs.). I reduce them 
in the following to long tons (of 2240 lbs.) both for quantities 
and costs ; and I also give the equivalent of the quantities 
in real monohydrate (112804). 

In the year 1890 there were 105 establishments making 
sulphuric acid, which produced 


Add of 50° B(*. 

Value per ton. 

Acid of 60' Bp. 

Value per ton. 

Acid of 6(5 ’ Bp. 

Value per ton. 

Tons. 

Dols. 

^ Tons. 

Dols. 

Tons. 

Dols, 

450,832 

7^02 , 

9098 

I0<77 

1581274 

16-37 

equivalent 

in H.,SO, : 

# 


# 


= 279,515 


6186 


144,612 



Grand total = 430,313 tons H^SOj ; value, 7,679,473 dols. 


In the year 1900 there were 127 establishments (with only 
28 chemists !), which produced 


• Add of 50' Bp. Value per ton. Add of 60" Be. Valae per ton. Acid of CO" Be. Value per ton. 


«. Tons. ^ Dols. 

• 8*/ 5, 392 7-46 

Tons. 

15^635 

Dols. 

12-92 

Tons. 

336,856 

Dols. 

14-29 

A,{uj valent in HgSO,! ; 

f ' 




= 542,743 

c 10,632 


309,907 



* ^.Prand total = 863,282 tons H2SO4 ; value, 14,247,185 dols. 

[Thife vloes uot seein to include Vhe acid made from zinc- 
blende and* othef smelting -operations, whtclt, according to 
Eng.^and Mi^. /., August ^,1902, p. 182, in igoo amounted^ to 
1,75,650 long tons of 66 ° B6.] 

Of the 127 yorks reporting in 1900, 31 burnt brimstone^ 
\>nly, 79 pyrites only, 17 bftth brimstone and pyrites. (Nothing 
is said about blende.) The report abstracted here gives as the 
average V>rQduct ion of],20 works a production of 402 lbs. acid of 
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B6. [say, .62 per cent. HgSOJ frcJm icx> lbs. brimstone, with a 
consumption of 4-^9 lbs. nitie, and 234 to 160 lbs. (average 204) 
acid of 50"^ B 6 . fjom 100 lbs. pyrites, with a consumption of i*2 to 
2-5 lbs. of nitre per icx> lbs. pyrites. [The fields here quoted, 
mechanical averages from very discrepant sources, possess of 
course very little practical value. The statistics given by 
Gilchrist in /. Soc. Chem. hid., 1899, p. 460* are rendered obsolete 
by the above official report] 

In the Transactions of the Sth International Congress of 
Applied Chemistry, 1905, p. 770, Falding gives a list of sulphuric 
acid chamber-plants completed or in course of construction in 
the United States since 1900. He enumerates 37 firms, with 
a chamber capacity of altogether 6,537,000 cub. ft; also a 
number of contact-plants by the Schroder-Grillo, the Mannheim, 
the P'rasch, and the Badische system. Further statistics are 
found in Z. angeiv. Chem., 1906, p. 1944. 

Munroe, in Bulletin 92 of the United States Census Bureau, 
gives the following figures for the production of^ sulphuric, acid 
in the United States : — • 



1890. 

1900. 

1905. 

Total HaS04 reduced to 50'' Ht. 

50“ Be. “ 

60° Be. ...... 

66° Be 

Oleum 

Nitric acid 

Tons (short). 

783,5^9 

504i932 

10,190 

177,267 

■** » 

Tons (short). 

1,548,123 

953,439 

17,012 

382,279 

63,085 

Tons (short). 

1,869,437 

1,169,141 

48,688 

411,165 

13,268 

^08,380 

• 


One hundred and fourteen establ*sl>raents iji 1905 burned 
pyrites only, 19 brimstone only, 10 both, and 6 used roafi^#t«■gas 
from zinc and»copper smelters. ^ 

In the year 1909, accoi^ing to Z. angew. Chan., 1910, p. 1^22, 
the production*ot'sulphuric acid in the Unital States was about 
equal to that of Germany, but theye still €3 states and 
territories without any factories of that kind. The Ducktor, 
Sulphuric Copper and Iron Company in Tennessee is able ta 
furnish 200 tons of acid of 60'' B6. dien{ {Chem. Zeit, igKft 

^ A^ccording to the United States Cfensus# Bureaif Report 
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(quoted in /. Soc. Ckem. Ind,, 1911, p. 1449) the total production 
of sulphuric acid in the United States, redu(;ed to 50° has 

been as follows (quoted in “short tons” of 2000 ,Jbs. each) : — 

% { 

' 1904 : 1,869,446 tons, oAvhich 467,514 tons as chief product 

1909:2,797,723 „ „ 933,848 „ „ 

The remainder being made in establishments engaged 
primarily in the manufacture of other products, or consumed in 
establishments where manufactured. The number of factories 
for sulphuric, nitric, and mixed acids in 1909 was 42, and a 
capital of $18,726,000 was invested in them. 

For 1910 Duisberg (loc cit,) estimates the production in the 
United States at 1,200,000 tons IT^S04 ; another estimate (in 
Z. migeiv. Chan., 1911, p. 642) gives 2 million tons of Co'" Be,=: 
1,560,000 tons H2SO4. For 1911 Phalen, in Chan. Trade /., 
1912, i. p. 651, gives the production of the United States 
reduced to 50'' Be. = 2,688,466 short tons, exclusive of acids of 
greater strength than 66' Be. 

VJedge {PAic. Eighth Ins, Cong. Appl. Chan.., 1912, pp. 271 
ct scq.\ ]. Soc. Chan. Ind^ 1912, p. 874) makes the following 
statements on the production of sulphuric acid in the United 
States, reckoned as at 50'' B., in the year 191 1 : — 

Tons. 

For the manufacture of phCsphatc fertilisers . . 2,400,000 

For refining petroleum products .... 300,000 

For use in the iron and steel and coke industry . . 200,000 

For the manufacture of nitrocellulose, cellulose, nitro- 
glycerine, etc. ...... 150,000 

For ok. er purposes . *..... 200, oco 

* . 3,250,000 

Of this acid was maide : 

* 4^,. ^ Tom. 

From pyrites .* . . ^ . ,. 2,665,000 

From copper sulphitle ores smelted in bjast furnaces . 275,000 

< 7 rom zinc sulp*hide ores . . . * i ^ ' 285,000 

Frojn brimstone ...... 25,000 

,, About 10 per cent, of the total production of acid is maeij 
by contact-proccs'ses, especially for the manufacture of nitrp* 
\fcellulose and simdar, produets. The practice of nodulisingdnd^r 
from pyrites burners for use as iron ore has become general in 
• all localAica whe<re thejre isc mUrket for it. 



STATISTICS 


1641 


Japan in 1900 consumed about# 28,000 tons sulphuric acid 
SO® mostly from native pyrites. Nearly 10,000 tons of this 
were consumed by bleaching-powder works, 8500 tons petroleum 
by refiners; over 1000 tons were ^export(xl, partly to China 
(/. Soc, Chem. Ind,^ 1900, p. 299). This statement contrasts 
very much with that given below. 

In Chon. Zcit.., 1902, p. 1231, we find^ report on the manu- 
facture of sulphuric acid in Japan by Professor T. Nishigawa, of 
which wc give a short abstract. The first works was erected in 
1872 for the Imperial Mint at O.saka by an Englishman, Mr 
Kinder, in the old-fashioned style of burning brimstone on 
plates without towers. These were followed by similar works 
in 1880. In 1883 Nishigawa erected the first factory on modern 
principles, and many others followed, principally at Osaka and 
Tokio. Several of these have’ reached a daily make of 80,000 to 

100.000 lbs. acid of 50“ Be. They are built on thoroughly 
modern principles, with Gay-Lussac and Glover towers, partly 
also with Lunge towers. Since 1895 brnn.stone has been partly 
replaced by pyrites. Except the first, all pf tfiem have been 
constructed by Japanese chemists, and they are all managed by 
Japanese. There were then 9 acid-works, producing nearly 

50.000 tons pure H.>SOj per annum. 

According to C/tcin. Ind., 1910, p. 420, Japan in 1907 produced 
102,210 tons O.V. * 

The total production of sulphuric acid in the world in 1906 
is estimated by “ La Nature” (quoted in Z. angew. Chem., 1907, 
p. 164) at 4-1 million tons. Of this m million tons wa^nadein 
Great Britain ; 900,000 tons in Germany ; 850,000 in rffe Unfted ’ 
States ; 500,000 in France ; 200,000 in Italy ; 200,000 in Ailstru- 
Hungary; 165,000 in Belgium; i25,ocp in Russia; 50,000 in 
Japan. 

[This estimate is of vfry doubtful valuej] 

For 1910 Duisberg {lod.cit.) estimates the world’s production 
of sulphuric aetd kt 5 million tons, calculated^ as H.^SO 




ADDENDA 


p. 14. Volatility oj Sulphur. — F. Jones (l^roc. Manchester 
Lit. and PhiC. Soc., 1911, p. 14; /. Soc. Chem. Ind., 1912, p. 815) 
states that sulphur volatilises very perceptibly on boiling with 
water, or on heating to lOO'" in a dry current of air, hydrogen 
sulphide and thiosulphuric acid being always formed at the 
same time. 

p. 15. Blue Sulphur has been further studied by J. Hoff- 
manrt {Z, Chem, Ind. KolloidCy x. p. 275 ; Absir. Amcr, Chem. Sot.^ 
1912, p. 3235. 

pp. 20 and 21. Statistics of the Productum and Exportation of 
Sicilian Sulphur. — For the year I9ii,the German Consulate 
at Palermo reports a production of 391,908 tons and an 
exportation of 396,996 tons. 

iVccording to Mineral Industry of the United States^ the 
exportation of sulphur from Sicily in*the year 1911 to various 
countries was as follows : — 


United States and Canada . 

Tons. 

8,560 

France 

. 105,300 

Italy (mainland) 

75 , 4 o<# 

Germany 

28,660 

Norway, Sweden, Denmark . 

. 30,200 

Greece and Turkey . 

. 55,300 

Great Britain . . . • 

i9,8ao 

Russift. . • . 

• 23 j 4 S 5 

Austria and Hunga^ 

• 35 > 7 ^ 

HoUan« * . . • ■ 

12,650 

Portugal and Spain . 

• 2J.550 

Belgium . . ■ - 

. fo,3oo 

Other founu-ies 

58,325 

Total . 

. *456,230 


The total production of sulphur in Italy^ in 1911 was 456,200 
tons. 
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p. 23. Production of Sulphur in Germany in 1911, 46,054 
tons. 

p. 25. Sulphur in Neu Zealand, — According to the report 
of the Government Trade Commissioner {Chem. Trade ii. 
p. 300) in 1912, a company, with a capital of jfioOjOOO, has 
purchased White Island, in the Bay of Plenty, with the object 
of working the sulphur deposits there. It is said that there 
are 40 acres of rock sulphur ore containing about 84 per cent, 
of pure sulphur, as well as hot sulphur springs which pour out 
thick streams of molten sulphur containing about 94 per cent, 
of pure sulphur. The company propose to make borings to 
reach the source of these springs. 

p. 2 5. Production of Sulphur in japan, — In 1 909, 36,000 tons ; 
in 1910,43,155 tons (of which 17,400 tons was shipped to the 
United States). 

In Persia^ sulphur is found at Khamir (between Bender 
Abbas and Lingah), at Schiraz, and on the Demavend mountain, 
north-west of Hindianii^. 


p. 27. Sulphur in the United States, — The following state- 
ments are taken from the report of the U.S. Geological Survey, 
through Chem, Ind,^ 1913, P- 9 * — 



1909 . 

1910 . 

19 U. 

Sulphur produced in the States, long tons . 

„ crude, imported into the States, long 

' tons (mostly from f Icily) . 

„ „ ‘ flowers of a jlphur 

• „ refined sulphur 

,, exported from the States, long tons 

1 

239,312 

26,914 

1 37,142 

255.534 

28,647 

^ 30,742 

265,664 

24,250 

3,^91 

985 

28,103 


Price of bhmstone, |Jer long ton (New Vork) .\ $22 

„ ' roll sUphur, per 100 lbs. . . . ‘ ‘^^1.85 to 2.15 

„ , flowers of sulphur, per 100 lbs. . . |2 „ a.40 

„ sublimed sulphur, per 100 lbs. . . $2.20 „ 2.6o 

p. 28. Sulphur in Peru, — According to Mineral Industry^ 
1912, p. 681, in l^e Department Biura, 150 tons of sulplii^ 
vere reported to be* produced per diem,, but according to the 
iame sourte thts is probably an exag^^eration. 
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p. 29. World's Production of Sulphur. — In Mineral 
Industry, 1912, [i 682, the following quantities of sulphur 
are reported to Jiave been obtained by the respective govern- 
ment organs. The figures denote metric tons. They do not 
comprise the sulphur recovered from tdkali-waste, which in 
Great Britain amounts to between 20,ooo,and 30,000 tons. 


• 

1006. 

1007. 

1008. 

lOOO, 

1910. 

1911. 

Austria-Hungary 

15.258 

24.199 

17,429 

12,856 

15.976 


Chili . 

4,598 

2,900 

2,705 

4,508 

2,641 


France 

2,713 

2,000 

2,189 

2,900 


Germany , 

178 

176 

81I 

1,185 

1,272 

1,251 

Greece 

1 ,000 

1,000 

1,000 

1,000 

1,000 

414,671 

Italy . 

499 >I 4 

426,972 

455.312 

'435,060 

430,360 

Japan 

27,589 

33.329 

33,419 

36,319 

43,155 


Spain 

700 

3,612 

13.872 

21,750 

30,133 

246,300 

United States . 

298,704 

312,731 

312,700 

303,000 

259.699 

Total 

845,956 

801,911 

829,437 

817,608 




p. 33. The Frasch Process for the Production of Sulphur.— 
According to the U.S. Geological Survey Report, most of the 
sulphur in the United States is now produced in Louisiana by 
the Union Sulphur Company according to the Frasch process. 
For superheating the water there are 130 boilers of 150 to 
300 h.-p. each, in sets of 15 to 20 boilers, all heated with oil, of 
which each set requires 700 barrels per diem ; the total annual 
consumption is about 7,ooo,cxx) barrels. The daily consumption 
of water is about 7)000,(X)0 gallons. Each we. produces some- 
times 400 to 500 tons sulphur per diem ; the total average yeaii^ 
production is over 250,000 tons. 

According to Vail {Eng. and Min, /., 1912, xxiy.,^M^9)> 
a plant for the»recovery o^ sulphur by a process similar to the 
Frasch process is to be erected in T«xas by the Freegort 
Sulphur Compftn^^; the possible production of sulphur from 
the native rock in that place is estimated at 1 20 doo tons per 
annum. 

p. 41. Sulphur from Pyrites.— 'C. P. Weight (B. P. 26x2'^ 
of 1911) heats pyrites by means of an ele(;tric retort-furna.ee to 
a very high temperature, thereby niost of th 5 sulphur is set 
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free and is collected in the distillate; the residue consists of 
iron containing some sulphur, and may refined in known 
manner. 

p. 42. Production of Sulphur from Sulphur Dioxide , — 
Teed, Sulman, and Picard (B. P. 14628 of 1911) mix gases- 
containing SO2 with reducing - gases, like producer-gas or 
water-gas, and carry the mixture over a heated contact-mass 
consisting of magnesia, or calcium sulphate, or ferric oxide, e,g.^ 
magnesia bricks heated to a red heat, which produces the 
reactions: S02+2C0 = 2C02-}-S, and S02 4-2H2 = 2H20-f S. 

In Young’s “thiogen process” (as reported by F. L. Wilson, 
Chcm, Zeit, Rep., 1912', p. 514) SO^ is reduced to S by carbon, 
employed in the form of atomised mineral oils, with the 
assistance of ferric oxide or calcium sulphide, containing iron, as 
catalyser, after having previously removed any free oxygen. 
An experimental plant has been erected at Campo Seco in 
California. 

p. 44. Proctiiction c^iupnur from Hydrogen Sulphide . — 
PYitzsche(B. P.25454 of 191 1) treats SOo and H2S simultaneously, 
or in succession, at a temperature of 60'’ to 70" with a liquid in 
which aluminium hydreixide or basic aluminium sulphide is 
suspended. Soluble acid sulphites arc formed, which with H2S 
give a precipitate of sulphur and basic sulphate, which latter is 
Regenerated to acid sulphite by nieans of SO2. 

[). 46. Reducing, Sulphur to Pine Powdcr.--Y?iQXt (Fr. P. 
437015) add^ to groyfid sulphur, intended for agricultural or 
ind^rial purposes, a little animal gall, previously moistened 
with alcotiol, which^causes it to be easily moistaned. 

p. 48. * ChaiftePs Sulphurimeter. — Fr^sehius and Beck . 
e.spec'ially recommend* tht> sulphurimeter sold by Joh. Greiftei*, 
of Munich, which deviates in its dimensions froin the instrumei^ 
supplied by French firms. The.se instruments have 
officially adopted by the ‘Swiss Union of Analytical ChetnlWii 
which has also issuecj special prescriptions for the sulpb"" ^ ' 
used for vineyards {Z. ami. Chem., xlv,, p. 760). 
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p. 50, Flowers of Sulphur, — A? R. Scott and A. Meyer 
(Fr. P. 439258) pjevent the formation of crystallised or solid 
sulphur upon th^ floor of the chamber by subjecting the sulphur 
vapours, before being admitted to the condensing chamber, tp*a 
vigorous atomisation by a suitable apparatus. 

p. 51, line 12, read “ Dantony ''for “ Dantong.” 

p. 53. Estimation of Sulphur in Spent Oxide of Gas-works . — 
Refer here to the processes of Zulkowsky, and of Dennstedt and 
Hassler, infra^ pp. loi et seq. Pfeiffer (/. Gasbeleucht., xlviii. 
p. 977) describes a similar process ; another process is described 
in the same journal, liv. p. 837. 

p. 53. Estimation of the Impurities of Sulphur. — Ceruti 
{Boll. chim. farm., xliii. p. 421) estimates the impurities by 
treating the sulphur with aniline at 120'" to 730", which extracts 
the S and leaves the impurities behind. ^ 

Fresenius and Beck {Z. anal. Chem., xlii. pp. 5 i et seql) drive 
off the sulphur by heating a little over 200', weighing the 
residue, burning it and weighing the ashes, the difference 
between these two weighings representing organic impurities. 

p. 64. Formation of Pyrites Beds. — A paper on this has 
been published by Doss {Chem. Zeit., 1912, p. 540). 


p. 69. Pyrites in Germany. — Production in 1911: Ji 7 » 4‘39 
tons; importation, 862,000 tons (of this, 730,000 t^s from 
Spain). 


p. 75. Pyrites in Sweden. — Production m 1911 : 2j,j^i^A(Tns. 


o. 84. Pyrites ^n the United States. 

Production in the year 1911 .0 
Importation „ 1909 . 

,r » 1910 • 

„ » 1911 • • 

Consumption 1909 . 

„ „ 1910 . 

» 191* • • 


* Tong. 
299,054 
688,843 
503,851 

I,oof'),3io 

• 902,385 

1,030,290 

i,26te,54o* 



1648 


ADDENDA 


p. 87. Production of Pyrites (in tons). 



190 «J.i 

1910.1 ^ 

t 

1911.2 

\ t 

Belgium .... 

• 214 

' 213 


Bosnia .... 

(?) 

571 


Canada .... 

57 Ji 8 

48,871 

32,000 

France . . . 

268,918 

250,432 

240,000 

Germany . . . . * 

195,060 

215,708 

217,000 

Austria-Hungary 

97,412 

92,464 

100,000 

Japan .... 

27,066 

78,418 

‘ 9, COO 

Ilaly 

130,152 

165,688 

1 70,000 

Norway .... 

278,352 

322,000 

350,000 

Portugal .... 

194,861 

176,300 

477,000 

Russia .... 

(?) 

50,000 


Sjiain .... 

254,853 

294,184 

3,605,000*' 

Sweden .... 

15,850 

*25,445 


Great Britain 

. 8,429 

10,393 

i5o,ooo(?) 

United States . 

247,070 

227,280 

300,000 

Tuikey 



100,000 


1 According to I'nitgil Staten Mineml tinlustncn. 

“ According to Wi;tzig(Z. angew. (them., 11)12, ]>. 2418). 
•• Includes cupriferous pyiites. 


\yetzig {loc. cit.) stages the consnuiptmi of pyrites in Germany 
for other purposes than the manufacture of sulphuric acid = 
150,000 tons, principally the manufacture of cellulose. The 
Norwegian cellulose makers consume about 40,000 tons pyrites. 
In the United States about 1,000,000 tons pyrites are consumed 
for the manufacture of sulphuric acid, 300,000 tons for other 
purposes. 

Wetzig also gives the following figures, denoting thousands 
of tons : — 


' ImpoWation of PyritCi. 


• # 
• • 

1908 . 

1909 . 

1910 . 

1911 . 

Germany * . . . • . 

659 

691 

792 

862 

United States . .* 

668 

«j88 

807 

1001 

England * * . « . « 

France 

780 

• 791 

. 812 

892 

347 

350 

00 

0 

450 . 

Austria 

130 

141 

153 

150 

Italy • . . i . *. 

Belgium and Holland . 

164 

150 

115 

115 

145 

MS 

i8d 

250 

Russia . . . ^ . 

Denmark, Sweden, Portugal . 

100 

100 


”5 , 

(?) 

24 

30 

34 ' 

Australia, Africa t 

•> 

4. (?) 

14 

28 


Total . « . 

^2994 

3094 

3412 

3905 i 
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Exportation of Pyrites (thousanc|^ of tons). 



1008. 

1909. 

1910. 

1911. 

Spain 

2491 

24I6 

2588 

3107* * 

Portugal . 

364 

295 

322 

293 

Norway 

217 

216 

306 

315 

Canada 

60 

57 . 

80 

100 

Turkey 

78 

80 ^ 

100 

150 

Servia 


21 

36 

32 

Total 

3210 

3085 

3432 

3997 


Consumption of Pyrites (thousands of tons). 



1906. 

1907. 

190^ 

1909.' 

1010. 

1911. 

Germany — 

Own prodiu'l 

Imported . 

Total . 

United States — 

Own product 

Imported . 

Total . 

Great Britain — 

Own product 

Imported . 

Total . 

France — 

Own product 

Imported . 

Total . 

• 

Italy — 

Own product . 

Imported . * .* 

Total . 

• 

Austria - 

Own product 

Imported . 

Total . 

196 

579 

196 

742 

219 

659 

197 

691 

215 

792 

217 

862 

775 

938 

878 

888 

1007 

1079 

261 

597 

247 

582 

223 

668 

>?y 

• 

247 

688 

238 

807 

300 

ICOI 

858 

829 

B91 

935 

1045 

1301 

9 

759 

9 

769 

• 

9 

780 

8 

791 

9 

812 

9 

892 

768 

778 

789 

799 

821 

901 

265 

321 

282 

330 

• 

240, 

3^7 

240 

350 

_ 

0 

240 

380 

• 

• 240^ 
4?o 

586 

612 

n — 

$87 

590* ' 

620 

690 

• 

c 

122 

(?) 

126 

116 

« 

ifi 

164 

149 

#150 

1^0 

^70 

115 


242 , 

255 

299 

28s • 

,285 

II2 

(?) 

99 

130 

. « 

130 

• 

98 

1 141 

ICO 

153 

i 

100 

i5o^ 


229 

• 

2251 

239 

i — 


250 
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p. 94. Dry Methods for decomposing Pyrites . — ^Warunis 
(Z. anal. Ckem., 1 . p. 270) estimates the sulphur in pyrites by 
fusing it with sodium carbonate and cupric oxidp. 

p. 100. Analysis of ly rites. — Smoot {Eng. and Min. 
1912, p. 412; /. Soc. Chem. Ind.^ 1912, p. 918) removes the 
heavy metals from the aqua regia solution of pyrites, before 
precipitating the sulphuric acid by barium chloride, by means 
of electrolysis. Of the pounded sample 0-5 g. (or 0-6868 g. for 
convenience of calculation) is weighed off and treated in a 
250 c.c. beaker with a mixture of 3 parts of nitric acid (sp. gr. 
1-42) and I part of hydrochloric acid (sp. gr. i- 2 o), to which 
four or five drops of brpmine have been added. The covered 
beaker is allowed to stand at the ordinary temperature for 
half an hour, then heated in a steam- or water-bath till action 
has ceased, then the cover is removed and the liquor evaporated 
to dryness. Then 5 c.c. of hydrochloric acid are added, the 
cover^ is replaced till^ effervescence has ceased, and then 
removed, rinsed, andi the evaporation to dryness repeated. The 
residue is treated with 2^.c. of hot water and rinsed into the 
electrolytic cell, consisting of a conical lipped beaker of about 150 
c.c. capacity, with a tubulure near the bottom for the platinum 
wire leading into the mejeury cathode. The liquid is made 
up to about 75 C.C., a flat platinum spiral is introduced as 
anode, an inverted funnel is made to rest on the wall of the 
, beaker above the liquid, and a current of 0-8 to l ampere is 
paised ^or five or six hoyrs (or a weaker current overnight). 
‘The funn&l and the beaker sides are now washed down, the 
licjxvd decanted into a ^po c.c. beaker as closely as possible, 
and the beaker* and mercury are washed with four successive 
quantity, of 25 c.c. of water. The mercury is then poured out 
of the side away front the lip, and the esmpty beaker, especially 
the l^*p, is Vinsed clean.* The liquid *is now 'filtered from the 
300 c.c. beaker int6 an 800 c.c. beaker, the nIteV washed, th€ 
liquid diluted 'to 450 c.c. (6a 0 c.c. if o-68o8 g. has been usec})p 
kea:ted to boiling,^and whilst boiling 25 c.c. (34 p.c.) of io pet 
cent, solution of barium chloride added slowly. The author uses 
Xol this a “ precipitation pipette,” consisting of a large thistle- 
funnel, with the stem l^ent so as to pass under the cover-glass 
bf the lip of* the 'beakor, whilst* the funnel is supported by ja 
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wire-stand on the cover-glass. The end ot tne stem is so atawn 
out that 25 c.c. of liquid will be delivered in five minutes. The 
precipitate is ^Itered and washed as usual, and the filter burnt 
off with the precipitate. The error due to the excess of occluded 
barium chloride over the solubility of barium sulphate amounts 
to from o-oi to 0-04 per cent. A number of determinations 
gave results averaging o- 18 per cent, higher than those obtained 
with the Lunge method. Lead to the extent of 0*04 g. to 0-5 g* 
does not interfere with the accuracy of the results. 

Allen and Bishop (/. Chem, Ind., 1912, p. 919) oxidise 
a sample of the ore by means of a solution of bromine in 
carbon tetrachloride, followed by nitric acid ; then follows 
the reduction of the iron by aluminiugi powder, and the cold 
precipitation of the barium sulphate in a large volume of the 
liquid by the slow addition of a dilute solution of barium 
chloride. It is stated that the results of this process are 
generally o- 1 to 0-15 per cent, higher than those obtained by 
the usual methods. 

Shumacher {Scient Amer., 1912, p. 179]^ describes a “quick 
method.” He brings 0-5 of the finely powdered pyrites (or 
pyrrotite) in a porcelain dish into contact with 10 c.c. aqua 
regia, allows to stand for fifteen minutes and evaporates to 
dryness. After cooling, 90 to 100 c.c. of 5 per cent, hydrochloric 
acid are added, and solution, after having turned dark green, is 
transferred quantitatively into a 250-flask. Here the iron is 
precipitated by 6 c.c. of liquor ammonise ; the liquid is filled 
up to the mark and well mixed up. ^One hundred c.c. of it^ ^J.re 
filtered into beaker, 2 c.c. concentrated hyorochlorit ado are» 
added, heated to boiling, and 10 c.c. of a 10 per cent. s 61 utk>n 
of barium chloride added, whereupon jhc precipitated barium 
sulphate is treated in the usual manner. 

The repdttei on this process in Oim, Zeit, Rep., 1912, 
p. 3SO, remarks, that it \s very questionable .whciher by, this 
“quick methoci”*a complete decomposition of the pyrites is 
effected, and losses of sulphuric acid by the.* fernc-liyd rate 
precipitate a^e avoided. 1 for my part entirely agree with 

these remarks. , , ■ j * 

The volumetric estimation of lombined sulphuric acta ay 
mans of benzidine, first proposed by Xaubel (Z. anal. Chem., 
1896, p. 821) has been applied b/ many chtmists ii\ various- 
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modifications, of which we k?ere only mention those proposed 
by Raschig {Z. angew, Chcm.^ 1903, pp. 617 and 818; 1906, p. 
332), and by Friedheim and Nydegger (ibid.^ I 907 » P- 19)- 

p. 109. Estimation of Arsenic in Pyrites , — Schiirmann and 
Bottcher {Chem, ZeiL, 1913, p. 49) discuss the former methods 
for estimating arsenic ‘in pyrites and describe in detail their 
own method, which is founded on decomposing the pyrites by a 
mixture of sulphuric and chromic acid, reducing the arsenic to 
arsenious acid by SO. or CuXh, precipitating it by H2S and 
estimating the As in the As^S.^ either volumetrically by Mohr’s 
method, or gravimetrically by oxidation and precipitation as 
argentic arseniate. 

p. 1 17. Sulphuric Acid from Sulphide Ores . — According to 
the Pull. U.S. Gcol. Surv. for 1911, in the year 1911, 400,000 
tons of various sulphide ores were roasted at Ducktown, Tenn., 
in seven large blast /urnaces, and thereby daily 160 tons, 
exceptionally 260 tqns, sulphuric acid of 60 Be. was obtained. 

The Amer. P. of J. l^rke Channing, No. 962498 (Ger, P. 
253492) protects a special treatment in the “ pyritic smelting’' 
of sulphide ores, by which ga.ses for working up in lead- 
chambers are obtained. He adds in the smelting i per cent 
carbon for every 4 per cent of “available” sulphur, and works 
with so much air, that there is 4 or 5 per cent, oxygen present 
in the gases over and above that which is required for the 
foiiTnation of sulphur trioxide. 

1 p. ’120. Manufacture of Sulphuric Acid from Spent Oxide of 
Gas-works . — Mpssel {J.^oc. Chem. Ind.y 1912, p. 856) states that 
so fat. had not been successful in working with the spent 
oxide of gas-works (referring to the catalytic preJeess). It has 
the advantHj^e of* relative freedom frontarsenic,but the drawback 
of producing an aoid which is not so bright ind colourless as 
that .miide fr^m pyritds. iThe colour is due to the organic 
matter in the raw material, and to the formation of nitric oxicici' 
from its nitrogei\pus constituents. 

p.'l29. Statistics gn JMitrate oj Socla.--\\\ 1911 tne pro^ 
Auction fti Chili twas 54,80^,856 quintales (i quintal =*46 
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the exportation 53,250,327 quintaks (of which 40,062,507 went 
to Europe). The total production for 1912 was estimated at 
58,000,000 quintales. 

p. 1 5 1. Error, — On line 11 from the bottom read: I9b3 in 
lieu of 1905. 

p. 160. Mmiufacture of Nitric Acid.—¥. W. de Jahn (Amer. 
P. 1023 1 38,* transferred to the General Chemical Company) 
agitates sodium nitrate with sulphuric acid under diminished 
atmospheric pressure at a temperature below the fusing-point 
of the bisulphate formed, preferably below 384'' F. (195'' C.). 

p. 168. Mmiufacture of Nitric Acid Free from Lower Oxides. 
— Moore and Hall (B. P. 28892 of 1910) avoid the absorption 
of lower nitrogen oxides in the condensation of nitric acid by 
passing the vapours upwards between cooled tubes, in such 
manner that the liquid formed on running down over these 
tubes gets sufficiently heated for avoiding y^c absorption of 
the lower oxides. Further intimate contact of the liquid with 
the hot vapours is attained in a chamber, provided with 
partitions and filled with pumice, etc. 

p. 178. Manufacture of Nitric ^Acid. — F. W. de Jahn and 
the General Chemical Company (Ger. P. 252374; Amer. P. 
1023133) effect the decomposition of nitrates by sulphuric 
acid under diminished pressure at lower temperatures, atjd in, 
a short time by constantly agitat^g the mass, and^avojding 
the fusion of the bisulphate formed. The best ftmperatur^ 
is 135°, and in the end the vacuum is bit)ught to 28 ins. 

p. 184. Obtaining Nitric Acid Free from the Lowt^^FM^rogen 
Oxides.— and Dcrand {Comptes rgnd., civ. p. 582) have 
studied the conditions of the formation of fiitric and ivtrous 
acid from nitrogen oxides and water by employing the law of 
the action of masses at wide limits of pressure afid temperature. 
They established reversible equilibria as foljpws : — 

1. N2O3+H2O giHNO^. 

2. 2NO2+H2O HNOa+HNO^. 

3. sHNOj :^«N0+4,0+iIN03. 
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p. 194. Concentration of^^Nitric Acid, — Imray (B. P. 15948 
of 1911) dissolves in ordinary nitric acid of 60 to 62 per cent, 
gaseous or liquid nitrogen peroxide, and treats the mixture 
with oxygen, whereby the, peroxide is, oxidised into nitric 
acid and concentrated nitric acid is obtained. The same 
process is described in the Ger. P. 249328 of the Salpetersaure- 
Industrie-Gesellschaft. ‘‘ 

The P'arbwerke Hochst, whose Fr. P. 432990 is mentioned 
in the text, obtained for the same process the B. P. 15948 of 
1911 ; Ger. P. 249328 and Austr. P. appl. 7082. According to 
their Ger. P. 249329 the oxygen is employed in the compressed 
state, and the escaping oxygen and nitric oxide gases are re- 
introduced into the process. 

Schlarb (Ger. P. 243840) obtained concentrated nitric acid 
from any description of nitrous gases by treating them with 
water in the presence of the oxides or basic nitrates of iron, 
aluminium, or chromium, driving off the nitric acid from the 
nitrate liquors obtained ^(if necessary, after concentrating them 
in vacuo) by hdating, continually under diminished pressure. 
Thus marketable nitric a^ of 40” Be. and more, as clear as 
water, is obtained ; the basic nitrates or hydroxides remaining 
behind are used over again for the absorbing process. 

p. 195. 100 per cent. Pfitric Acid. — Friderich (B. P. 319 of 

1911) treats a molecular mixture of liquid nitrogen peroxide 
and water with oxygen. According to his B. P. 493 of 1911, 
\n iieu of liquid nitrogen peroxide the product of absorbing 
NgO^'by w(|od, charcoal, etc., may be used. 

\.PrPparation of Pure^ Nitric Oxide. — The Farbwerke Hochst 
♦(Fr. P. 428657) prepare from nitric acid of not more than 
40® B 4 . ^ electrolysing it, applying graphite or platinum 
cathodes. ‘ 

Prepatatimi of Pure^ Nitrogen Peroxide. -r-Tht Badische 
Anilin- und Sodaf^brik (Ger. P. 231805) rentovb from nitrie* 
oxide or* gaseous mixturtis fj^e from oxygen, containing 
apjr NO2 present, dry the remaining NO, and convert it intp'^'f 
NOg by means of dry oxygen or air. 

\ % According to thejr Gei*. P. 242288 nitrogen peroxide 15^ < 
recovered from gaseous^ mixtures containing a small quantity' 
of it, in a ^lid for«n by fhe ooolifig consequent on compressinjg-. 
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the gases, removing the heat produced by the compression, 
and allowing the gases to expand adiabatically. 

p. 199. Recovery of Nitric Jlcid frmn Waste Nitrating- 
mixtures with Sulphuric Acid — According to Pohl {Z. angew, 
Chem.^ 1912, p. 1853) the Deutsche Ton- und Steinzeugwerke 
at Charlottenburg denitrate these mixtlires in columns made of 
quartz-glass (“ vitreosil”), 250 mm. (9-8 ins.) wide and 2290 mm. 
(9 ft. 6 in.) high, in which, when heated by steam of 200'’, 8 tons 
of waste mixtures (containing 5 per cent, nitric acid) can be 
treated in twenty-four hours. Each column consists of three 
pipes of 760 mm. (2 ft. 6 m.) width each, fitted with quartz 
rings resting on a perforated plate. ^The superheated steam 
is introduced in the centre of the bottom pipe by a tube of 
such shape that the steam blows straight upwards. The nitric- 
acid vapours issue from the top of the tower into an air-cooled 
condenser, consisting of five vitreosil turills of 2 65 cub. ft. 
capacity, with vertical tubes ; the vapours not condensed there 
go into a wash-tower filled with pieces of quai^z. 

The recovery of strong sulphuric acid from such waste 
nitrating mixtures will be described in Chapter IX. 

p. 201 . Manufacture of Nitric Acid. — Frank and the Siemens 
& Halske Company (Ger. P. 246613J bring nitrogen oxides in the 
presence of oxygen or air into contact with the salts of halogen 
acids, with complete exclusion of moisture, in fixed or revolving 
chambers, with or without agitating- gear, or in various c^.her 
ways described in the specification. In tUis is 

possible to convert potassium chloride into 80-per-cent. ^nitrfite. 

p. 206. Manufacture of Nitric Acid from A tmosJ^j^riebNitro- 
gen by HigJf Temperatures.— “ Stahl and Eisen,” 
1912, pp. 1571 ef seq.y tITe process of Jdaussex, described jn the 
text, has be^n krried out by the Deutsclie Stickstoffindustrie 
A. G. at an experimental factor)^ They employ a of the 
ordinary composition of coke-oven gases^ viz., 44 per cei^t. 
hydrogen, 26 per cent, methane, 14 per cent., carbon monoxide^ 
I per cent, other hydrocarbons, ^ per ,cent. carbon dioxide, 
I per cent, nitrogen, 8 per cent, oxygqn. The air serving for 
combustion is heated and misted with pxygein. Th^ explosion 
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takes place in a steel shell of ioo litres capacity, with a cooling- 
jacket. The products of the combustion pass-through a cooler 
for separating the water, then through an o^xidising-tower, 
and ^ the remainder^ into the outer air. -Details are given on 
the effect of working with various proportions of oxygen and 
at various temperatures and pressures. It is expected that 
with an initial pressure of 6 atm., addition of 33 per cent, 
oxygen, and pre-heating the air to 250° to 33Q'^> yield 
of nitric acid per cubic metre of the gas can be raised to 
200 g. According to the Journ. Gasbcleucht.^ 19^2, p. 1037, this 
process will be carried out on a large scale at the coke-ovens 
at Hayingen. In Z. Verem. deutsch, Ingen.^ 19^2, p. Ii 57 » 
Hiiusser describes some-^recent improvements of his process. 

p. 208. Oxidation of Atmospheric Nitrogen. — Lecesne (Fr. P. 
437397) employs red (ferruginous) bauxite for fixing atmos- 
pheric nitrogen, after converting the bauxite by means of 
hydrogen sulphide intQ a porous, black mass which takes up 
nitrogen from the atmospheric air in the shape of nitrates or 
nitrides. If, according his Fr. P. 424514, the bauxite is 
employed in the shape of powder, amides are formed. 

Coutagne (Fr. P. 437504) heats a mixture of carbon with 
the oxides of Si, Ca, Ba,^ Mg, Al, B, Ti, etc., in an electric 
furnace, and slowly passes' nitrogen through the mass under 
high pressure, whereby the nitrides of those metals are formed. 

The Compagnie Bordelaise de Produits Chimiques (Fr. P. 
*440218) oxidises atmospheric nitrogen by passing air over the 
•oxides o'f Co, Mn, Cr, Ni, Ba, Pb or Ce at temperatures over 
509”, and at once cooling the gases by blowing in cold, com- 
^ pressed air. r s 

Asi<e^sy and Rcnyi (Z. Elektrochem., 1913, p. 23) discuss the 
observation made upwards of a hundred years^'ago, that on 
heatipg ha^tve peroxidt of manganese in current of air 
(or CO2) minimal quantities of nitrogen oxides are produced"; 
these .mhst liki^ly are ndt formed from atmospheric nitrogen, 
but are present in the manganese ore in a hithqrto unknown 
form. 

p. 213. Investigatiopis of the Electrolytic Formation of Nitric 
field. — Sifch lnvcMigatif)ns have^been made by Lowry (/. Chetn. 
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Soc.y cl. p. 1 1 52 of 1912) ; Tausent fZ. Elcktrochcm.^ xviii. p. 314) ; 
Russ (Oesierr. Cj^em. Zeit.y 1912, p, 316). 

Franz Fischer and Emil Hene {Bad, Ber., 1912, pp. 3652 
et seq)' investigated the formation dDf nitrie oxide in the ];i^h- 
tension arc flame. They drew from their work the following 
conclusions : — 

1. The formation of NO in the high-tension arc is preceded 
by an activation of the oxygen, not of the nitrogen. 

2. The highest yield of NO is obtained if sparked oxygen 
acts on unsparked nitrogen; almost twice as much as when 
air is sparked and then allowed to mix with more air. The 
lowest yield takes place if sparked nitrogen is blown on pure 
oxygen. 

3. Much more NO is obtained if the air coming out of the 
high-tension arc flows into oxygen, than if it is mixed with 
air or nitrogen and then cooled. 

'4. Probably in actual practice much better yields of NO 
will be obtained if air is not passed thmugh the high-tension 
arc, but oxygen^ employing magnetite electrodes, and if it is 
afterwards quickly mixed with nitrogen and cooled down. The 
air would be first fractionated by the Linde process, the oxygen 
obtained would be exposed to the high-tension arc, and 
subsequently mixed with the nitrogen. 

p. 214. Technical Processes for the Electrolytic Manufacture 
of Nitrogen Oxides and Nitric Acid, — Ellis (Amer. P. 1007683); 
Russ and Ehrlich (Fr. P. 463620) ; Jhe Swedish Nitric Syndi- 
cate (Ger. P. 233031); Lowry {J*roc. Chew. Soc..^ 1912, p.‘^64),'» 
C, F. R. von Koch (B. P. 14528 of 191 1> 

p. 224. Russ (Z. angeiv. Cliem., 1912, p. 586) cgi]tkiu«d the 
investigatioilf of Haber^nd Kbnig. 

p. 232. Electrolytic Manufacture of Nitmc Acid from Air by 
Paulinas Process,— A further patent of the/ Salpeter,saure- 
Industrie-Gesellschaft, Gelsenkirchen (Ger. P. 250968) describes 
a furnace for the purpose. 

According to Chem, Ind,.^ 1912, ( 5 . 650^ the Southern Electfo- 
chemical Company is going to erect ^ factory for employing 
that process at Nitrolee, neat G^at JFalls,#N.C-^ \\ 1 iich is W 
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work with 20,000 h.-p. and to produce 16,000 tons nitrate of 
lime per annum. 

‘ p. 236. BirkcUnd and Eydds Process for the Electrolytic 
Manufacture of Nitric Acid from According to E. K. Scott 

(/. Soc, Chem, Ind., 1912, p. 586), a special kind of stoneware 
packing in lieu of quartz for the condcnsing-towers has effected 
a saving of 50 per cent, in space. 

The further development of this process was described by 
Eyde in September 1912 at the International Congress of 
Chemists at New York (/. Indust. and Efigin. Client., 1912, 
pp. 771 ct seq). The factory at Notodden now works with 
60,000 h.-p., those at Nptodden, Svaelgfos, Lienfos, and Rjukan 
altogether with 200,000 h.-p. and 1340 workmen. 

p. 246. Processes of the Badische Anilin- und Sodafabrik 
for the Electrolytic Production of Nitric Acid from Air.^Yot 
producing light-arcs further patents have been obtained Ger. 
Ps. 232926, 233729^ 233967, 237562, 237796, 238367, 238368, 
238958; B. Ps. 22715 of 1^09; 13097 of 1910. 

For absorbing the nitrogen oxides: Amer. P. 1039325 (by 
Schonherr and Erode); 1029528 (by Bosch, Keller, and the 
Badische Anjlin- und Sodafabrik). 

p. 247. Nitrogen Oxides formed by the Combustion of Nitrogen. 
—Papers on the estimation of these oxides have been published 
b)^ Lunge and Berl (Z. aiigew. Chem., 1906, pp. 81 1 and 861 ; 
Le blanc tnd Nuranen {Z. Elektrochem., 1906, p. 541); Forstei 
ad 4 K!och (Z. angcw. Ohem., 1908, pp. 2161 and 2209); Raschig 
{ibid., 1905, 1281); Gfau and Russ {Client. Centr., 1907, i 
p. ily‘2)v.Warburg and Leithauser {Ann. Physik, xxviil p. 313 
Chem. Centr., 1907, i.,ii 73 ; 1908. 923 ). 

p 251. Absorp^on of the Electrolytically Produced Nitrogep 
OxidesX-lhQ patents of Schlarb are 273839 ^ric 

1243892. Instead of Amer. P. appl. 2427 of 191^ it should Kj 
Austr. P. appl. 

p. 252. Further patents on this subject: Salpetersaure-Indui 
^rlegesel^chaft-Gr-lsenyrchiin (Ger. Ps 244840 and 246712)^ 
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Amer. P. 1057977 of Pauling, aftsigned to the same firm; 
Farbwerke Hdchst (Ger. P. 249329) ; Schloesing (Fr. R 441607); 
Soci^t^ Norv^^ienne de I’ Azote et de Fore Hydro-Electriques 
(Fr. P. 442514) ; Electrochemische Werke (Fr. P. 441706). • 

Kroczek, in Oesterr, Chem, Zeit, 1912, pp. 266 et seq., makes 
a survey of the hitherto-worked-out processes for the fixation 
of atmospheric nitrogen. 

p. 257. kitricAcid made from Ammonia , — Meneghini {Gaz::, 
Chim. Ital.y 1912, xlii. p. 126; J. Soc. Chem. Ind.^ 1912, p. 383) 
describes his experiments on the catalytic oxidation of ammonia 
mixed with air. 

The Oest. Verein f. chem. u. met^all. Produktion, Aussig 
(Austr. P. appl. A9851) employs a flat platinum contact body, 
heated to red heat, placed halfway up a perpendicular pipe' 
through which the gases are conducted from the top downwards. 

Reinders and Cats {Chem. Weekhlad, ix. p. 47 ; Abstr, Amer,' 
Chem. Soc.y 1912, p. 3234) studied the conditions of transforming 
ammonia into nitrogen oxides in the labor^tor^. 

Oxidation of Ammonia into Nitrogen Acids.— Jones, Morton, 
Terzier, and the Semet Solvay Company (Amer. P. 1037261) 
oxidise a mixture of i vol NH.^ with 2 to 2-2 vol practically 
completely at a temperature of 700'’ to 750° by means of 
niagnesium plumbate as catalyser* They employ an iron 
cylinder, lined with asbestos, coated with a thin layer of the 
contact substance, and then filled with the same. The catalyser 
is prepared by heating a mixture ^f plumbic oxide with#itJ 
equivalent of magnesia from four to six L .urs to |ilJout*8oo' 
in contact with air, 

p. 259* Recovering Nitric Acid from its Mi:ff0rem*with 
Kieselguhr.--^oeoxdi\ng ^\.o Hall’s B. P.^’^ 11 245 of 1911, the 
material is placed on a %rate within ^ towei^ which is hpted 
on the outside ; ^ current of hot air, dried by sulphuric acid, 
is passed in from the top downwattds, 6r vice veifsh. His.B. P. 
21724 of I9n prescribes intimately mixing the mixture oi 
kieselguhr, and nitric acid with sulphuric acic^ which promotes 
the conveyance of heat into the iftterior.of the mass during 
distillation and retains any water pre^sent or newly formed. 
After distilling off the nitric add, both, the siilphuricf acid and 

5 G 
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the kieselguhr can be recovered by tre^iting with water; the 
sulphuric acid must, of course, be reconcentrated. According 
to his B. P. 19965 of 1911, the distillation is carried out in 
a retort with incliEed bottom, and an outlet through which 
the dry kieselguhr can easily pass. By means of perpendicular 
horizontal, or serpentine rods or pipes, the heat is transferred 
from the outside to the interior. An outside jacket allows 
the gases to gyrate round the retort. 

p. 261. Afialysis of Nitric Acid. — For the testing of nitric 
acid and its impurities we refer to Lunge’s Technical Methods 
of Chemical Analysis^ edited by Keane, 1909, vol. i. pp. 323 
et seq. 

Fischer and Steinbach (Z. anorg. Chem.^ 1912, Ixxviii. p. 134, 
Abstr, Chem. Soc.^ 1912, ii. p. 1093) describe a method for 
estimating nitric acid in the presence of nitrous acid, founded 
on the rapid esterification of nitric acid, in which oxidation 
to nitric acid does not take place. 

Corvazier {Abstr. 'Cheni. Soc.^ 1912, Ixxviii. p. 133) applies 
electric conduction to the analysis of mixtures of sulphuric 
and nitric acid. 

p. 276. Testing of Liquid Sulphur Dioxide. — This article 
sometimes contains sulphuric acid up to 20 per cent., and 
it should therefore be tested in the same way as solutions 
of sulphur dioxide. This also holds good of the liquids 
prepared for the manufacture of sulphite-paper-pnlp. 

<1 

up. 278. Modification's of Sulphur T rioxide. — Lichty ( J. A mer. 
Chem. Soc., 1912, xxxivt p. 1440) has examined the various 
modifcajiigns of this compound. The a-modification, prepared 
by repeated distillation over phosphorus pentoride in vacuo 
fuses at i 6°«79; ifs bo'ilii\g-point at pressures qf 7407 to 744*5 
mm. is 44°23 to corresponding to a boiling-point, of 

44'’*88,at a pressure of 760 mgi. The sp. gr. was 1-9457 at ir*8 
^nd 1*7921 at 48'’; the coefficient of expansion 0-000676' at 
ii°*5, and 0-00280^ at 40'’ to 48^ Nowhere between ii'' and . 

the volume contraetkn -was observed which Scheneje 
[Annalen, cccxvi; p. i)' asserts to take place at 35®. Anothef^ 
nodificatibn pf SQ^, designated as the j8-form, is the, ordinaiyj 
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solid product, whose molecular height is the same as the 
liquid a-modifica^ion, viz. = 8o. 

* p. 279. Decomposition of Sulphur Trioxide by He^f, — 
Bodenstein and Kranendieck (Z. physik. Chem.^ Ixxx. p. 148, 
1912) measured the velocity of the decomposition of SO3 in 
contact with quartz glass at various temperatures. 

p. 303. Specific Gravities of Sulphuric Acid.—U. C. Moore 
(/. Ind. and Eng, Ckcm,^ 1912, p. 677) describes a slide-rule 
for reducing the specific gravities of sulphuric acids of various 
densities and temperatures to the density of 50"^ Be. at Go" F. 

p. 320. Action of Boiling Sulphuric . \cid on Platinum . — 
Le Roy M‘Cay {Abst. Amer. Cheni. Soc., 1912, p. 3242) finds 
that the solvent action is prevented by the presence of reducing 
substances such as C, S, and Sb.S.j, and concludes that 

atmospheric oxygen or oxygen liberateu by •the dissodation 
of. sulphuric acid is instrumental in causing the attack upon 
platinum ; the preventive action of arsenious oxide and other 
reducing agents being due to their union with and removal 
of oxygen. 

p. 349. Blue AcidA — On this product, formed by the 
action of reducing-agents on iiitrososulphuric acid, further 
investigations have been made by Manchot (Z. angciv. Chcni., 
1910, p. 2112; 1911, p. 13; 1912, p. loss), ■'^d Rasjhig {ibid.,* 
1910, p. 2248). 

p. 365. Analysis of Fuming CAF.—Prats {Tran^Stli^*Int. 
Congr. Appl, €hcm.) weighs off 6 g. of The O.V. in a small 
glass-bulb, dissoiyes in •i litre of wal^r, and .titrates 250 c.c- 
of this solutiorf w?th standard caustic soda sqjution and methyl- 
orange; the number of cubic centimetre! soda solution ifsed = rt:. 
Another 250 c.c. is titrated with decinormal iodine solution = 

The total quantity of SO3 {k) = that of SOj {t) 

55 . • • 

the total water (u) — lop — ; the qpmbined 
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SO3 = 4-44 u and altogethei' : 

Per cent. H2SO4 = /^ + 4-44« = 5-44/^ X -^^loo - ^ 

/, free SO.j = V — — — 1000^ 

9 9 \ Jr / 

„ „ SO. = t 

Knorr (r//m. Zr/V.** 1912, p. 1262) estimates the total SO3 
in one sample of the O.V. gravimetrically, and in another 
sample the SOg by titrating with iodine. He performs the 
weighings according to Lunge’s prescription {snprh^ p. 359) 
in a glass-bulb drawn out into a capillary which is thrown . 
into a boiling solution of barium chloride, acidulated with 
hydrogen chloride. T^he barium sulphate is separated and 
estimated in the usual way. 

p. 374. Diphcfiylaviine as Reagent for Nitrogen Acids. — ^ 
According to [Chem. Zcit., 1912, p. 1170) fuming O.V. 

completely free from nitric acid is coloured by diphenylamine, 
if it contains mdre than 20 per cent. SOy and the temperature 
rises above 70"’, as will happen when carrying out the reaction 
in the way indicated Jfi the text. With fuming O.V. of 30 
per cent. SOy the temperature rises up to 110°. At 70° the 
colour produced is red ; at higher temperatures it passes into 
purple and then into bluk This can be avoided by mixing 
the O.V. if it contains about 30 per cent. SO3 with 20 c.c. 
of chemically pure sulphuric acid of sp. gr. 1-84, whereby a 
mixture of nearly the forrjiula H2SO4 is formed ; this is cooled 
dov/n to nearly the ordinary temperature, i c.c. diphenylamine 
solution is added, welbshaken up, and allowed to stand for one 
minute. If then no ({olour has appeared no nitric acid is 
preSent^^, ^ 

p. Analysis ^ Nitrous Vitriol — porvazier {Monit 

Scienf 1912, p 322) describes a method fbr lestimating the 
nitrqu^ acid by means’ of the electric condlictivity. 

p. 390. Detection and Estimation of Small Quantities of 
Nitrous Acid. — E. hjoll Mfller {Analyst, xxxvii. p. 345) emploj^*' 
a solution of 8 g. diinethylaniline and 4 g. hydrochloric aci^; 
»in 100 c.^. water,.,of wl^ich ke adds 3 drops together with i (frog 
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of hydrochloric acid to 50 c.c. of tifb solution to be examined. 

In fifteen to thirty minutes a yellow colour, due to j8-nitroso- 
dimethylanilir^, is developed. This is n. atched in a colorimeter, 
with the colour developed by using knt)wn amounts pf a 
sodium nitrate solution containing i part HNOg per 100, CXK). 
The presence of nitrates does not interfere, and the reaction 
will detect i part HNOg per 1,000,000. * 

p. 413. Brimstone Burners . — Hunt (B. P. 18895 of 

1911) provides for the brimstone burners a self-acting con- 
trivance for the introduction of air. From the main air-pipe 
a pipe is branched off leading directly into the combustion 
chamber, which contains a thermostat^ for regulating the air- 
valve. 

H. H. Niedenfiihr (Ger. P. 249330) avoids the subliming of 
sulphur and the formation of SO3 by special contrivances. 
Cf. infra his process for treating the burner-gases. 

Rossiter (Amer. Ps. 1038442 and 1039812) emplovs for 
burning brimstone a revolving drum, with *a gas outlet at 
one of the ends, connected with an aspirator. Within that 
drum there is an inner drum connected with it for revolving ; 
here.the sulphur is burned. The annular space between both 
drums receives the heat radiated from the inner drum. The 
latter is provided with air inlets an 3 with gas outlets, passing 
into the annular space, where more air is introduced in order 
to burn the subliming sulphur. 

H. B. P. Humphries (B. P. iiyso^cf 1912) divides the burner 
by means of a plate into an upper and >wer chamber con-* 
nected by a narrow passage in the plate. The latter is made 
hollow to permit of the circulation "Jjof cooling-water. The‘‘ 
sulphur is burnt in a circular tray in the botton^^aTnber, 
the air for tht^ purpose *being heated up\by circulating round 
the tray. . 

The plate te^een the two chambers is talso cooled by air, 
which afterwards serves for burnirig th^ sulphur Subliming into 
the upper chamber. The sulphur is charged by means of 9 
hopper passing through the upper chamber and the plate into 
the bottom chamber. 

Another automatic sulphur-burner, is described in the 
Amer. P. 1044369 of G. W. For!ier, Assignor t© E. B. fierwick. * 
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p. 501. Mechanical Pyrites-burners. — Further modifications : 
Scherfenberg,Ger. P.25 1038; Renwick,Ger.P.246i8o; Erzrost- 
gesellschaft Kdln, Gen P. 246087 ; Parent, B. P. 78078 oF 1911. 

p. 504 Roastmg of Blende, — A detailed discussion of the 
principles of blende t^oasting is published by W. Hommel in 
Metallurgies 1912, pp. 2'8i-296. We shall make use of it in the 
following notes : — 

p. 507. According to Hommel {Joe. cit.) a Rheilania furnace 
when worked with two shifts gets through 6-5 tons, with three 
shifts to 9 tons. In the first case the ore takes fifty to sixty 
hours to get through the furnace, but only during a tenth of 
this time it is actually stirred, all the other time it lies still, and 
only at the top the sulphur is burning off. This drawback is 
particularly noticed in the case of blende containing lead. 
In the bottom muffle in the same time four or five times as 
much, sulphur is^removed as in the top muffle, partly owing to 
the higher temperature^ partly to the fact that the bottom 
muffle receives fresh air, and the muffles above it are already 
charged with SO^. Homm^ri therefore objects to the Rhenania 
furnaces. 


» 

p. 508. Mechanical Blende-roasting Furnaces.--Y.xv\xmtx^\A(:iX\^ 
of the various descriptions of such furnaces are given by Schiitz 
. in Metallurgies I9ii,pp. 635 et seq.\ and by Hommel, 
pp.^ rjpo (t seq. The lattej divides them into two classes, viz., 
those ^wheCe the hearth itself is moving, and those provided 
wfth moving stirrers. The first class comprises : {a) horizontal 
revolving drumc ; (Ji) vertical revolving furnaces. The second 
class^: (?^)dong furnaces with one or more floors in which the 
stirrers travel horiz(?ntally lengthways; (/;) furriaces with re- 
volving stirrers. " A combination of these two classes is Hommel’s 
furnace^(Gcr. P. 204423) in which the first roasting of the ore 
takes place in‘*a revolving Kbarth, and the desulphur isation is 
Completed on a fisired annular hearth in which the, ore is moved 
forward by stirrers attached to the periphery of the revolving 
hearth. , 

I. Revolving Drums. — According to Hommel only one 
^furnace of this eVaSs has up" to now been carried out in actual 
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practice, viz., that constructed by Mohler at Lipine (Silesia), in 
a very ingenious way, but the quantity of ore got through is 
too small, ./pother such furnace, by Daniel and Romer 
(Ger. P. 208354), consisting of a i^amber f>f small drums^ has 
not yet been proved successful on a working scale. 

Schmieder (Ger. P. 2441 31) describes such a furnace provided 
with special arrangements for the preheating of the air. 

2. Revolving- Hearth Furnaces , — These furnaces have hori- 
zontal hearths and a vertical axis. The stuff passes the hearths 
radially from the centre to the circumference, and vice versa, so 
that its transit through the furnace is approximately a spiral 
course. , According to Hommel (loc. cit,, p. 290) it is the best 
of all systems, both in respect of the smaller expense of plant 
and repairs, and of the consumption of coal and regularity of 
work. Furnaces getting through 50 tons per diem require only 
one h.-p. The application of this system to muffle-furnaces, 
with indirect heating of the revolving hearth, presents some 
difficulties. The fireplace may be either fixed on the outside 
or revolve together with the hearth. Th« air for roastmg is 
best introduced at the circumference, and the roasting-gases 
taken out in the centre, thus obtaining a gas rich in SOg, and 
fully utilising its heat for preheating the fresh ore. The sole 
is best shaped as a plate of a pretty large surface, say 26 to 
33 ft. diameter, which certainly requires a very high covering- 
arch. Such furnaces cannot be used for the complete roasting of 
the ore, but only for the first roasting; but they are easily 
combined with a fixed hearth on jvhich the dead-roasting is 
performed. As long as the ore still contains enoijgK sulphur,* 
the roasting-process goes on more favourably in this dasspof 
furnaces than in those with revqjving sjrapers. ^ 

Such furnaces, where the fireplace revolves togjpAeii*with 
the hearth, iffe descril^d in Zelewski’8^ Ger. P. <"42435, and 
Trego (Amer. P^*7988^)? 

Hommel’s* Ger. P. 204423 describes a fufnace with revolving 
plate-hearth on which the ore is I urntfd by megms of fir ,which 
had been preheated by cooling the plate. This plate is coiit 
structed as an arch, whereby an excessive £§ight of the roof- 
arch is avoided. The desulpburifation .is completed in# a 
stationary ring-furnaoe. Another furnaqe of HommePs possesses 
a!n arched plate, heated by J)rodlicei;-gas from, bdlow when 
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used for lead or copper ores for pyrites it requires no external 
heating. 

3. Long" Furnaces with Straight ~ lined Stirrers. — The 
scrapers are fixed « to a transverse piece running on rollers 
attached to both sides of the furnace, and removed from time 
to time to be cooled outside. The hearths must, as Hommel . 
reports, be made very*- long, eg.^ 330 ft. in Sacger & Brown’s 
furnace, which for all that get only through 10 tons in twenty- 
four hours with great consumption of coal. (I myself saw a 
furnace of this class, by Hegeler, at work at the inventor’s 
factory at La Salle, 111., which got through 35 to 40 tons blende 
on 28 per cent, in twenty-four hours.) Muhlhauser (Z. qngew. 
Chem., 1910, p. 347) gives a detailed description of Hegeler’s 
furnace (Amer. Ps. 303531 and 592006), and Hommel (loc. cit^ 
p. 292) describes a Hegeler furnace containing seven muffles 
of a total length of 524 ft., a horizontal area of 295 x 19^7 ft. 
and 197 ft. high, but not at all working with a success corre- 
sponding to these colossal dimensions. 

T 6 this claSs J^elopg also the Ger. P. 61043 of the 
Chemische Fabrik Rhenania, and of Encke, No. 211433. 

4. Furnaces with Revoli^g Stirrers. — To this class belong 
the furnaces for roasting pyrites -smalls, constructed by 
MacDougal, Frasch, Herreshoff, and others, described suprit^ 
pp. 474 ct seq. They havb been very successful for treating 
ores rich in sulphur, but less so for blende and other poor 
ores. 

‘ ^ Other furnaces have been specially constructed for blende, 

«such*'as 'tlje furnaces of Haas {suprh, p. 508), of the Soci^t^ 
Vieille Montagne {ibid^, of Zellweger {Eng, and Min. J.,^ 1900, 
„ p. 301), of O’Brien {sufrh^ PP-,497» $09), of Zelewski (Ger. Ps. 
195724 201 191), of Merton and Ridge (B. Ps. 13625 of 1909; 

3843 and^;8i of 1911). ^ • 

Hommel {loc.,cit., pp.<794 et seq.) gi^fes a comparative criticism 
on tfie most important systems of mechanical bfende-roasting. 
Other reports of thrs kind^have been made by Hasenclever 
[/. Soc. Cheni. Ind.y 1911, p. 1291), Schulz {Metallurgies 1911, 
p- 6'37) ; Nemes {^id.^ 1912, p. 516). 

« , 

* • 

, p. 512. Prescriptions for Roasting Blende. — Further Coni?' 
^municatitns^^on ,this subject have been made by Thomatf 
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{Metallufgiey 1910, parts 9 and 10) ; ^ostowitch {Chem. Zeit. Rep.^ 
763); Hoffmann {Trans. Amcr. Inst. Min. Eng., 1904, 

p- 834). 

p. 512. Testing of the Linders from Roasting Blende. — Pre- 
scriptions for this are found in Lunge’s Technical Methods of 
Chemical Analysis, edited by Keane, vol*i,, part i, p. 298. 

Nitchie (/. Ind. Eng. Chem., 1912, p. 30) heats a sample of 
the cinders to rooo°, preferably in a boat, placed in an electric- 
ally heated tube, in a current of air free from CO^, absorbing 
the sulphur oxides formed in standard caustic-soda solution and 
retitrating the excess of this, employing phenolphlhalein as 
indicator. This process (which is not applicable to fresh ore !) 
takes less than ten minutes. The sulpTiur existing in the form 
of calcium sulphate, which is not driven out by the air-current, 
can be approximately calculated from the calcium contents of 
the ore. 

p. 514. Treating Complex Sulphur Ores^yielding Poor^Gases. 
— Further processes for this purpose have been proposed by 
Nemes (Fr. P. 426851); Renwick (Amer. P. 981880); Griine- 
wald and Welsch (Ger. Ps. 232044 and 238293); Aktiengesell- 
schaft fur Bergbau, Blei- und Zinkfabrikation zu Stolberg 
(Ger. P. 253492). 

Roasting of Lead Ores in “ Converters ” by the Process of 
Huntington and Heberlein. — The theory of this process is 
discussed by Bannister in Inst. Min. and MctalL, 1912, ^th 
February; abstracted in /. Soc. Chem. Ind., 1912. p. j 85 . 

p. 515. Sulphuric Acid from the ^ases of Sulphide Ores.^ 
In Laney’s report (U.S. Geol. Survey, quoted from Clmm%*Ind., 
^ 9 I 3 )P- lO enormous chamber plants of sonic American 
mining companies are detoibed. The* Tennessee €opper Com- 
pany work uj 7 about 400,000 tons of sulphide ores per annum in 
seven large blast furnaces, and produce 18(^000 to* 200,000 
tons acid 60° B6. per annum. The plant comprises two octagonaj 
Glover-towers 50 ft. high and 30 ft. diameter, si:^ty-four chambers 
of 50 X 50 X 70 ft., and eight chamber^ of 32 50 x 80 ft. ; ten Gay- 
Lussacs of 20 to 36 ft. diameter, and 50^ to 70 ft. high, etc., etc. 
The Ducktown Sulphur, Copper, and l;on Company* prod ucej 
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160 to 200 tons acid of 60'’ Be. per diem. The ore contains 14 
to 19 per cent. S. ^ 

♦p. 517. Btirning Spent Qxide of Gas-works. — Yhe Chemische 
Industrie Aktien Gesellschaft and F. Wolf (Ger. P. 248001) 
recover all the sulphur liberated in the distillation of coal by 
mixing the SO^ gas obtained by burning the spent oxide with 
the waste gases of the furnace, whereby the sulphur dioxide 
contained in these gases is equally utilised. 


p. 521. Dealing with the SO.^ contained in Smoke-gases . — 
Wislicenus discusses the damage caused by smoke-gases and 
his process for preventing it in a pamphlet : “ Uber die 
Abgasfrage, etc.,” 1912* and several papers published in 1910 
and 1911. His apparatus, called “ dissipator,” is protected by 
B. P. 16609 of 1908; Amer. P. 988920; Ger. Ps. 228922- and 
229070; Swiss P. 44774; P- 397953; l^elg. P. 212930; 

Norw. P. 19003; Austr. P. 45391. 

« < 

p. 524. Absorbing 'the Aft contained in Smoke-gases . — 
Wedge (Amer. P. 1039464). describes a tower constructed for 
this purpose. ^ 


p. 531. SO.^from the JVaste Liqnor of the Mannfactiire of 
Sulphite Paper-pulp is recovered by Achenbach (Ger. P. 252412) 
by atomising the liquor into a thin mist in a closed receptacle 
* by means of its own pressure, whereby SO2 is set free. 

* I 

* P- 533 « Manufacture of Liquid Sulphur Dioxide. — Blanc 
, (A^per. P. 1034574) cools and dries the gas, removing suspended 
solid particles, passes it^.hrough a mixture of glycerin and an 


alkaiine^jol^tion, and cools it down again. 

MoulirTand Vandp'ni (Fr. P. 43243 i),Burbury (Vr. P. 420596), 


desepbe ap'paratus forr the manufacture of liquid sulphur 
dioxide. r 


Pacottet (Fr. P. ‘365224^ describes an apparatus called 


sulphitometer ” for measuring off liquid sulphui; dioxide, t 
H. H. Niedqnfiihr (Ger. Ps. 254044 and 254362) obtains 
frim purified and cooled rba^ting-gases liquid sulphur dioxide 
a comparatively Ipw pressure by strong cooling in k 
Vacuum. * 
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p. 540. Carriage of Liquid Sulphur Dioxide, — The Heylands 
Company (Ger. P. 250263) construct vessels for keeping and 
carrying liquefied gases, consisting of two concentrically 
arranged metallic vessels, with a apec’all}^ arranged shag# of 
the thin neck of the inside vessel. 

p. 543, The purification of sulphfirous-acid gas for the 
destruction of vermin^ etc., is treated in the Amer. P. 1034574 
of Blanc. 

p. 553. Purification of the Burner-gases from Flue-dust . — 
Wright {Efig. and Mm. f., 1910, xc. p. iii) found in the gases 
from pyrites-burners which had passe^ through a small dust- 
chamber with a velocity of i ft. per second, 0*28 g. solid particles 
per cubic metre, and after passing through a wash-tower and 
a long pipe still o-i 1 g. 

Asbrand (Ger. P. 243787) describes a centrifugal apparatus 
for the removal of flue-dust. 

Other patents in this direction: BeUi, t}er. P. ^ 455 ^ 9 ; 
Michaelis, Ger. P. 244206; Maschinenfabrik Buckau, Ger. P. 

245319. 

p. 555. Sublimed sulphur contained in burner-gases is 
removed, according to H. H. Nildenfuhr’s Ger. P. 249330, 
by passing the gases together with an excess of heated air 
through hot metallic pipes. It is also suggested to construct ^ 
the grates of the pyrites-burners qf pipes through which^the 
mixture of burner-gases and air is passed. 

p. 555. Purification of Burn^r-gas^. — Giro(J (B. P. of^- 
1910) removes arsenic, etc., by thorough filtration ^e^ases 
between the*burners twid the Glover through se^ral boxes, 
packed with jgr*tnite, or lava, or othei acid-rasisthig mat^erials 
in pieces of various degrees of fineness, at d then passing the 
gases through washing-towers fe&^with shlphur^ acidl)f.30° to 
,40" B^. Thf nitrous vitriol coming .from the Glover-tower is 
treated with nitric arid, in order to oxidise tlie arsenious acid 
to arsenic acid which is partl}^ r8tain^d» in the Glover, a#id 
completely in washing- towers following upon this. The acid 
from the latter goes through th^ Glbver^. 
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Blanc (Amer. P. 1034574) describes an arrangement for 
purifying sulphurous gases destined for destroying vermin. 

*P- 573* ^ modif cation cf the Reich apparatus for estimating 
the sulphur dioxide in burner-gases, etc., is described by Ljungh 
in CJieni. Zcit.^ 1909, xxxiii. p. 143. 

u 

p. 57^* Rstimahon of Total Acids in Burner-gases. — Lunge 
(Z. angew. Chem., 1890, p. 567) has proposed applying for this 
purpose a continuous estimation of the specific gravity of the 
gases by the Lux gas-balance or other technical gas-balances. 
This proposal does not appear to have met with any application 
for manufacturing purposes. 

P‘ 579- Various modifications of the Orsat apparatus are 
described by Dennis (/. Ind. and Engin. Chem., 1912, p. 89*8). 

p. 588. Wrought-iron for chamber-pillars etc., is extensively 
employed in the'sysjem of Moritz, supra, p. 614. 

p. 605. Horizontally ganged straps for suspending the 
side-sheets of lead-chambers are recommended, in preference to 
perpendicular straps by Awe (Z. angew. Chem., 1912, p. 2523). 

• ^ 

p. 615. The Moritz system of building lead- chambers is 
favourably reported on by F. H. Norton (/. Ind. and Engin, 
Chgin., 1912, p. 532). The cost of building is 33 per cent 
♦highdr thap that of the ordinary system ; i cb.m, of chamber 
sp^ce ki Stettin makes 7 kg. acid of 50° B^., with a consumption 

0-5 kg. nitric acid of B6. per 100" sulphuric acid. 

^^other^ French patent of Moritz (No. 444474) states that 
his chambV^ are preferably circular i^* section, 6r square with 
rounded corners.. 

r 

( 

p., 627. S/iape If ^ Lea^- chambers. — Wentzki (Ger. F7 
?38739) employs cylindrical chambers fitted wit^ mechanical 
contrivances. * 

i. 

. P Diminishing the Chamber-space , — Meigs (Amer. P** 
02 2493) ‘arr, angers inside the chamber a hollow, rhomboidical 
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“deflector” reaching from top to bt)ttom, but at some distance 
from the sides. At the side where the gases enter, the deflector 
is concave, gy^this arrangement the gases during their 
passage through the chambers gre alternately compreseed 
and expanded. 

p. 692. Tower Processes for Mannfcetiuring Sulphuric Acid. 
— The discussion on the Opl process is continued by Hartmann 
{Z. angew. Cheni., 1912, p. 817) and Meyer {ibid., p. 1426). 

According to the English Alkali Inspectors’ Report for 191 1 
(y. Soc. Cheni. Ind., 1912, p. 716), the Opl system had been 
successfully introduced at an English factory. 

Other Processes. — Witney (Amer. P. 1022012, transferred to 
the General Electric Company of >few York) mixes waste 
gases containing SO^ with steam and nitrous gases, and 
carries the mixture over electrodes of widely distant electric 
potential, whereby sulphuric acid is formed. 

Pasquicr (Fr. P. 441813) employs a number of vessels in 
which the pyrites-kiln gases, mixed with* niTrous gaseS, pass 
through sulphuric acid followed by a cooling vessel. Automatic 
valves of special construction prevent a loss of gases. 

Uiiron (Ger. P. appl D26515 of 1912) de.scribes a new 
tower-system for making sulphuric acid. 

p. 706. J^otiiftg the Nitre. — For this purpose Pohl {Z. ajigeiv. 
Cheni., 1912, p. 1850) recommends pipes made of quartz-glass 
(“ vitreosil,” p. 1573), with cast-iron muffles for protecting them. 

p. 723. Introduction of Steam tn{o the Chaihbery. — P^phl 
{Z. angew. Chem., 1912, p. 1220) dems this by means of a 
spray-producer, whereby the gases are thoroughly nyxqd. 

p. 738. ^Introducing Liquid Water inio th^ Chambers in the 
Form of .S)>;^/.i-Gazel {Chem. Zeit. Rep.,^\g\i, p. 464) states 
that in chambers making only \or 4 kg. add of 53^ B6. per 
cubic metre, the employment of\prayed liquid water is only 
suitable in Summer time and offers no gr&t advantage; but 
in the “high pressure work” (p.*639) liquid water must-be 
used in order to spare the chambers ancf to save nitric acid. 

A new form of spray-producers has been recently cf)nstructed 



1572 


ADDENDA* 


by Foley, and is sold by ^Rudolph Heinz, of Hanover. It 
is made of glass, with an inner ebonite spiral, and does the 
same work as a spray-producer of platinum, efc., whilst costing 
onlf^ one-twelfth of«.this ; ^\^hich for a chamber-plant of lO tons 
pyrites per diem, for which fifteen spray-producers are required, 
means a considerable saving, apart from avoiding the risk of 
purloining, always prtsent with apparatus made of costly 
metals. The fifteen Foley producers cost only 8s. 6d. each, 
or £ 6 y 7s. Cd. altogether, against for platinum or £^'i 
for platinum-iridium, or £^yy los. for gold. 

p. 799. Apparatus for recovering the Nitre. — According to 
the B. P. 11452 of 191^. of Lymn, the liquid runs down upon 
inverted truncated cones on to the centres of revolving discs. 

p. 804. Apparatus for distributing the Acid for feeding the 
Toivers. — Briggs (Amer. P. 1032657, a.ssigned to the General 
Chemical Company) employs a conical distributor, fluted out- 
side, below which Is a" perforated disc, the holes in which 
correspond to the outlets of the distributor. 

P'owler and Medley ( 1 #F. 23864 of 1911) cause the liquid 
to run from the outside to the centre, where it is atomised 
by quickly revolving disc.s.^ 

The apparatus of the P'arbenfabriken Bayer mentioned 
supra^ p. 792, also comes under this heading. 

pi. 86r. Lming of Glhvcr-towers. — Of course the quartz- 
glf^ss vitfeosil”) mentioned supra^ p. 1123, and mfra^ p. 1573, 
^,js efitirely in its place h«re. 

It* 

p. aching of Glover-towers.-^'yiosQAzVfiJdi. P. 17355 

of ipii) omploys a l^orizontal chamber, properly packed, 
through • which thq gases pass in a horizbntal direction ; 
perforated par^tions divide 'j. into several compartments. ‘‘ 

, Vollberg (Ger. P. 247950) employs as packing, charco§l' 
made from wooden blocks of a special shape. 

^Kirkham Hulett and Chandler Lim., Hersey and Blak^ , 
JB. Ps. 18129 of 190^^ and 23813 of 1911) employ a tower, 
«eparated*' ir^to 4 number# of** compartments by horizontal. 
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partitions, the liquid being squirtfd about by revolving discs 
or troughs. 

p. 985. Affy nitrous oxide (nitrogen protj)xide, N^jO) presjnt 
in the exit-gases from the chambers or towers may be estimated 
by the methods quoted supra, p. 581. 

p. 1074. Preparatum of Colourless Sulphuric Acid. — Such 
acid, also fr6c from arsenic and iron, is obtained, according 
to Girod’s B. P. 17157 of T9ii,by first purifying the burner- 
gases mechanically, then passing them while still hot over 
nitrous sulphuric acid, to which a little nitric acid has been 
added ; the nitrous sulphuric acid is afterwards denitrated, any 
arsenious acid present is oxidised, the ^ses arc passed through 
v^ashing-towers, and then submitted to the chamber-process. 

p. 1077. Chemically pure Sulphuric ^Icid. — For distilling 
sulphuric acid in moderate quantities in order to prepare 
chemically pure acid, the Deutsche Ton- gnd^Steinzcugtverke 
in Charlottenburg supply retorts made of quartz-glass 
(“ vitreosil ”) holding 3 to 75 litres; the attached pipes and 
cooling-worms consist of the same material. 

Bressanin {Ga.:.':. Chim. Ital., xlii. i. 456; Chem. Centr., 
1912, ii. 684) prepares absolutely • pure sulphuric acid by 
adding hydriodic acid to sulphuric acid of 50" Be., filtering 
through glass-wool or asbestos, and removing the iodine from 
the filtrate by heating it in vessels of glass free from arsenic. 

p. 1093. Lead-pans for Sulphuric Acid. — Mackenzie (fl. 
2389 of 1912) employs in cascade apparatus an inner tube for 
promoting the circulation of the acid. 

p. 1123.^ f)^4at^z-glass\\'itreosil).—YxQXCi tl]e poper of Pohl 
quoted in the text and on p. 1 57 1, we give the following extract : — 

The German firm “ Deutsche^on* u«cf St^nzeugaverke,” 
of Charlottenburg, has combined \^th the Thermal Syndicate^ 
Limited, and Tounded in 1910 the “ Deutsch-^Englische Quarz- 
schmelze” at Pankow, near Bedim Pohl s*tates the mo^t 
Important properties of quartz-glass as follows : It fuses between 
17CX)® and i8cx)°, but softens sensibly .already a^little ovf;r 1500° 
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Its co efficient of expansion w =o-oooooo59, ie., about one-seven- 
teenth of that of glass. It therefore resists very rapid changes 
of temperature without cracking. On being ^neated for a long 
tinje, four hourr* to i3fo”, it is devitrified and loses about 
half' of its strength ; it should, therefore,, not be heated above 
1200° during long time (in chemical operations this temperature 
is hardly ever reached). It resists nearly all acids, especially 
sulphuric, nitric, and hydrochloric acid, but it is acted upon 
by hydrogen fluoride, and above 400° also by phosphoric acid.^ 
Pohl describes a great number of applications of vitreosil for 
apparatus in chemical industry, but we mention here only his 
statements concerning its application for cascade apparatus in 
the concentration of sulphuric acid. Vitreosil dishes need not 
be protected against tfie heat of the fire by fire-proof plates. 
These dishes, in two or more series, hang on asbestos rings in 
open fire-clay rings over a fire-flue. The fuel is coke-breeze or 
any other cheap material ; the flame nowhere comes into direct 
contact with the acid. The fire-gases are afterwards used for 
preheating the feid, in square quartz pans. The hot acid flows 
from the last (hottest) dish through a vitreosil pipe into a 
vitreosil cooler. The vaj^urs from the dishes pass through a 
scrubber and then into a chimney; they contain only about 
2 or 3 per cent, of the acid. Usually fifty dishes are employed 
in two rows, or thirty panii in three rows. Such a set produces 
daily 5 tons strong acid from cold acid of about 50° Be., with an 
expenditure of 15 to 20 per cent, of coal. Two such sets, 
pr<j)ducing lO tons per diem, can be placed alongside. There 
are klso'scpie special shapes of dishes and pans made from this 
matei'ial. In May 1912, thirty-eight such plants were working 
■ in ^England, about th^ same, number on the Continent, and 
others Canada, the United States, and Australia. Altogether 
there are iW'W 5000 d:.shes in daily usf, produciflg 170,000 tons 
sulphuric a«c»id of 65°7 IJe. per annum? 

This the designation of quartii-glass, containing 
zirco.ne'^and titfinium,*paten^i by Wolf-Burkhard as B. P. 

,of 1 91 1, described by Felix Thomas in Cfiem. Zeit, of 9th Janu^rJ^ 
1912. Pohl {Iqc. cit.) contests its advantage over vitreo^i 

' 2 
^ ’ Bodenstcin and Ivrauendieck* (Z. physik. Chem.y 1912, Ixxx. p. 

’ investigated the velocity of the decomposition of sulphuric acid in 

ewith hot qWrt7-glas^. ' “ ^ 
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which is stoutly maintained by the Zirkonglassgesellschaft of 
Frankfurt, in Z. angew, Ghent., 1912, p. 2349. 

p. 1 1 29. Cascade Apparatus for the Concentration of Sulphuric 
Acid. — Such apparatus has been also composed of “ Field ” 
tubes as they are employed in connection with steam-boilers, 
in this case made of quartz-glass or of “^antiron (vide infrci), 
and supported at their upper shoulder and at the bottom by 
specially shaped “gibsonite” blocks. A B. P. 2389 of 1912 of 
Mackenzie, has been taken out for it. Such a cascade is shown 
in Chein. Trade /., 1912, li. p. 459. 

p. 1 1 53. Price of Platmum. — According to Mansch {Deutsche 
Technik, 1912, p. 456), the price of platinum in 1912 was £g, 5s. 
per oz. The Ural district in 1910 still furnished 281,000 oz., 
but the principal deposits of that district were exhausted. 

p. 1209. Concentration of Sulphuric 1 cid by Hot Air . — 
Girod (B. P. 17158 of 1911) concentrates the acid first in lead 
pans at 150° to 160° C., and then exposes it in a finely divided 
state to the simultaneous influence of hot air and low pressure. 

p. 1217, Monohydrated Sulphuric Acid. — Duron (Fr. P. 
430145) prepares this by enrichii% ordinary \:oncentrated 
sulphuric acid with SO3, formed by the dissociation of part 
of the acid circulating in the process into SO3 and H.^O. The 
water formed at the same time isjlaken up by SOy, fornjed 
from another portion of the circulating acid, and ij fcmjved 
by reconcentration. All of this is brought about by a currant 
of highly heated air. 

p. 1326. Theory of tl^ Contact-processAj'or the Ifanufacture 
of Fuming, O.V.-^h. E. L^nge (Z. Ver^ dent. Zuchrind, \^i 2 , 
p. 355) shows* tlfat sugar is a nemtive ca^lyser, which may 
reduce the amount of SO3, catal^caliy formed* from SOg by 
cupric sulphate, to half or even one-ninth of that otherwise^ 
obtained. 

p. I4CX>. The Schroeder-Urillo Froc^ss Jor the Lataiyticai 
Manufacture of Sulphuric Acid.-^TsLttersQn and Chene^ (f. Ind.^ 
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and Eng, Chenu^ 1912, pp. *]2% et seq.) describe the plant erected 
in the U.S. Naval Proving Ground, Indian Head, Ma., by 
the New Jersey Zinc Company. There natjve Louisiana 
sulphur is burnt, a?id 6 tens acid of 98 per cent, is made 
per diem. The burner-gas enters the converter with a 
temperature of 380°* the rate of conversion is 95 to 95*5 
per cent. The gas on entering the contact-apparatus contains 
6*5 to 7 percent. SO2. The consumption of coal is 21-8 parts 
to 100 SO3 produced; the average yield is 93*36 per cent, 
of that calculated from the S burnt. At first they worked 
with pyrites ; by going over to brimstone the cost of 98 per 
cent, sulphuric acid has been reduced nearly by 2$, partly 
by saving in repairs, partly by increasing the yield, and by 
a smaller consumption of coal. 

p. 1428. Contact-apparatus. — Grosvenor, Amer. Ps. 1086609 
and 1036610; Eschelmann, Harmuth, and the General 
Chemical Company, Amer. P. 1036473. 

p. 1432. Contact-siihstatms. — According to Messel (Chem. 
Trade /., 1912, li. 237) the loss of platinum in the contact- 
process averages i grain per ton of the sulphuric acid produced. 
This loss can only take pla:e mechanically, and can be proved 
in the drip tubes, although the platinum cannot be discovered 
in the gases on account of the enormous dilution. 

* A I 

p'. 1441^ Combination of the Contact-process and the Chamber- 
prs-cpsl — Wilde {d>th Int. Cong. Appl. Chem.^ 1912, ii. 249; 
Abstr. in /. Sof. Chem^fnd.y ipi2, p. 876) passes the pyrites- 
burdtr J,'ases into a shaft, filled with ferric oxide contact-mass, 
where aboK 30 per ,(!tent. of the SOg^is conveiVed into SOg, 
and ^then ^ means of a fan-blast* through a Glover- tower 
and int6 Iead-chan>bers. By this combination fhe work done 
by the thambfrrs is Jnefeasp at least by 30 per cent. ; morcf^ 
uniform results are obtained, and 30 per cent. ^ of the nitrjf^^ 
is saved. All thp acid can be brought in the Glover to 60® 
and upwards, and pan hi obtained colourless. The 
o-xide removes also 95 per cent, of any arsenic present, ahit 
fet the same time acts acS a dust-catcher. 
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p. 1441. Formulce for prcparhtg Fuming Oil of Vitriol of 
Definite Percentage of Sulphuric Anhydride. — Prats {Verh. Int. 
Kongr, f angfw. Chem.y 1912) gives the following formulae for 
this object : — • 


1. X = 

2. y ^ 


a X 

a - 


9// 4- 40 (loo-i) 
9^ + 40 (100- s ) 


x — ax 


9/(’ + 4o(ioo 




a means the quantity of fuming O.V. to be prepared, con-* 
taining h per cent, of free SO3. 

X is the weight of the fuming O.V. to be employed, con- 
taining k per cent, free SO3. 

y is the weight of ordinary sulphuric acid with s per 
cent. H2SO4, to be mixed with the p^ceding. 

If, as is the usual case, ordinary acid of 66° Be. is employed, 
the following abridged formulae can be used : — 


/^ + 20 

X ~ ax . 

k + 20 

k-h 

y ax 

/I’ 4 20 


p. 1459. Working Pyrites-cinders for Iron in Blast-furnaces , — 
Simmersbach and Schulz {Stahl u, Eisen^ xxxii. 1254) describe 
troubles caused by this process. Apart from making the slags 
highly basic, the temperature in the fusing zone must be kept 
as high as possible, in order to Aifficiently desulpfeurii^'the^ 
pig-iron. The quantity of the slag is also imj-orta^t. ^ A* high 
percentage of CaS in the materials charj^W does not considerably^ 
increase the fusing- point otthe %lag fotmed. 

p. 1470* Selenium,^^\i^ application* of this |cr colouring 
sedium-caldiyn glasses is discussed ^ Ferrardi \Chem. •Zeit,^ 
1912, p, 1149). 
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Absorbing-vessels for acids in exit-gases, 
983 ; for sulphur trioxide made by the 
contact-process, 1337, 1372, 1437 
Acid, drawing off from chuml^ers, 694 ; by 
plugs or valves, 695 ; by siphons, 696 ; 
distribution on Gay-Lussm towers, 799; 
on Glover towers, 877 

Proper strength of acid in chambers, 
917 ; depth of acid in chambers, 948 ; 
removal from chambers, 948 ; rale of its 
formation in the chambers, 955 
Acid dishes (drips)* ^9^1 921-922, 925 
Acid-eggs, 814 ; apparatus for filling them, 
819 

Acid gases, 1 1 3, 269 
from contact apparatus, 14^9 
Acid-mist, 1193, 1195, 1197 
Acid-pans, Concentrating-pans 
Acid-proof bricks, 860 
Acid-pumps (jv#' a/so Pulsometcjs), 813 
Acid-smoke, damage done by it, 269; 
dealing with it by dilution with air, 520 ; 
utilising the smoke from glass-making, 

521 ; condensing acid-smoke by water, 

522 ; by dilute sulphuric acid, 523 ; by 
cooling, 523 ; by caustic lime, 524; by* 
limestone, 525; by magnesium or alu- 
minium hydrat^,' 526 j by ^xinc car- 
bonate or oxide, 52^ ; by ferrit oxide, 
527 ; by iron, c»ppcj, oj zinc, 527 ; by 
cupric sulphate, 528 ; by sulphiJco, 528 ; 
by charcoal, 529; by passing througb 
red-hot coals, 530 

Acid-tanks, 830 * 

Acid-taps, 808 
Acid-tar, see Waste acids 
Acid-wheel for Gay-Lussac towers, 799; 
for Glover towers, 877 
1579 


Acids escaping as noxious vapours, I13; 
mixture of acids for Glover tower, 890 ; 
in chamber-exits, 971 ; testing for them, 
973* absorbing-vessels, 983 
Air, regulation of supply for pyrites- 
burners, 442, 448, 451 ; pi acticab rules, 
452 ; testing for it, 453 ; analysis of the 
gas, 453 ; rules for regulating the 
di night and temperatuie, 454 
Air-pump*^, 813 

Aluminium Jiydfate for dcalin|[ with acid- 
smoke, 526 

Ammonia, conversion into nitric acid, 253 ; 

researches of Ostwald, 256 
Ammonium sulphate for removing the 
nitrogen oxides from sulphuric, acid, 
^069 

Anemometer, 451, 767 ; Peclet’s, 767 ; 
Fletcher’s, 768 ; Tables for use with the 
ether anemometer, 771; Swan’s, 774; 
others, 775 ; Fryer’s, 776 ; Seger’s, 776 ; 
¥ogt’s, 777 ; Sorel's, 777 
Antimony ores, gi-s^s fr^, 514 * 
Application of sulphuric acid, i 530 * 
Arrangement of sidphuric-acid works ^on 
theichamber plifti, 1227 ; for the old pro- 
cess with chambers alon^ 1^30; com- 
binatidl^of chambers^, and towers, 1233 
Arsenic, deteetjon r rd estimation in 
commercial sulphur, 53 > ij? p3Aites, 106 ; 
influence trn the specific gravity of 
sulphuric acid, ^05 ; detection in sul- 
phuric acid, 368 ; presence in flue-cjpst, 
544 ; removfl, 555 ; quantity present in 
, pyrites, I04l,*i042; in sulphuric add) 
1042, . 1843; injurious action,* 1 044 ; 
methods of removing it, 1045 ; partial 
*emO'’^l in the mnnnillrtarinir.nrocesa. 
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1045 ; entire removal by distillation crT 
the acid, 1046 ; by crystallisation of the 
acid, 1047 ; as trichloride, 1048 ; as a 
soap, 1051 ; by precipitation as sulphide, 

1051 f by barium sulphide, 1051 ; by 
other sulphides, 1052 ; by thiosulphates, 

1052 ; by gaseo\is hydrogen sulphide, 

1054 ; old processes, 1054 ; recent 
Freiberg process, 1055 ; generation of 
HoS, 1055 ; precipitation of AsoSj, 
1058 ; filtering and washing, 1060 ; 
other processes, 1062 ; explosions, 1063 ; 
process at a Continental factory, 1064 ; 
composition of sulphide, 1065 ; damage 
done to lead pans by acid completely 
freed from arsenic, 1064, 1066 ; cost of 
treatment, 1067 ^ 

Arsenic as a contact-poison, 1 330, 1 342, 
1343 , 1348. 1350, 1383, 1387,1397, 1408 
Removal of it from the kiln-gases, 
1399, 1422 

Arsenic Committee, 370 
Asbestos cement, 149, 381 
Ash-pit of |'fyrites«burners,*43i^ , 

Aussig burners for pyrites-smalls, 468 
Avidity of sulphuric acid, 318 

# 

Balancing-apparatus for regulating the 
sii],ply of acid to towers, 806 
Balls made from pyrites- smalls, 458 ^ 

Barium-chloride reaction on sulphuric acid, 

352 

Baume’s hydrometer, 292 
^eaker-apparatus for concentrating sul- 
phur it acid, 1124 « 

Biirauth, [ influence on the resistance of 
lead, to stiiphuric acid, 329; presence in 
' flue-dfist from the burners, 544 ^ 
Bisulphate of sodium,' manufactu“e of 
fuming ^O.f. fropi, 1268; of ordinary 
sulphuric acid, X|47, 1448 * 

Bisulphite of calcijifn, gases for its manu- 
facture, ‘560^ ' 

Blende, see Zinc-blende t 
Blende-roastii^g gases,', utilisation for th^ 
cj>ntact- process of making SO^, 1391 ^ 

Blow-pipe for burning lead )jints, 598 
Blue acid, 349 
Blue Hlly, 1499 
Blue Welsh bricks, 860, 868 
Bo^ts for sulphuric acid, 1224 


Bricks for lining the Glover towers, 860 
Brimstone, sfe Sulphur 
Brimstone acid, so-ty'lled, 1067 
Brimstone-burners, 39f ; composition of 
gases from, 556 
Briquettes, seA Pyrites-smalls 
Brown vitriol, 1081 
Brucine, 375> 390 
Bull)-tap pipette, 360 
Bulb-tube, 358 

Bumping in the distillation of sulphuric 
acid, 1076 

Burner-gases, actual percentage of sulphur 
dioxide in them, 568 ; temperature, 569 ; 
quantitative testing, 571 ; by Reich’s 
method, 571, 1570; inaccuracies of this, 
576; total acids, 576, 1570; estimation 
of oxygen, 578 ; of the oxides and acids 
of nitrogen, 580 

Purification for the manufacture of 
SO;,, 1421 ; from arsenic, 1422 
Burner-gases, draught-pipes and flues for 
them, 541 ; cooling them, 541 ; utilising 
their heat, 542 ; purifying them from 
flue-dust, 543 (w this) ; from liquid and 
gaseous contaminations, 553, 1569, 1570 
gases for the manufacture of wood- 
pulp, 554, 560, 562 ; removal of sulphur 
dioxide, 554 ; of arsenic, 555 ; fluorine, 
555 ; selenium, 556 (see this) 
Burner-gases from brimstone, 556 ; com- 
position, 556 ; from pyrites, 558 ; com- 
position, 558 ; from blende-furnaces, 

562 ; sulphur anhydride in burner-gases, 

563 Qset this) 

Burners for brimstone, 391 ; for pyrites (saa 
Pyrites-burners, etc.) ; burning pyrites 
in lumps, 420 (saa Pyrites-burners) 

^ Burniig the lead for making the joints, 
597 > 599 ; horizontal seams, 599 ; 

perpend’cular seams, 600 ; burning with 
oxyhyUrogen flam^, 600 with water-gas, 
600 ; danger caused by arsenical mater- 
ials, 600 ; use of electrolytic hydrogiai, 
' 601 

Burnt ore, testing, 103 

' Calcium nitrate made from atraospheri 
oxygen, 236, 247 
iCalcium nitrite, 245 
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Calcium sulphate, manufacture of sulphuric 
add from it, 1449 
Caliche, 125 ^ 

Caput mortuum, 5^<^Venetian red 
Carbon dioxide in chamber-gases, 970 
Carboys for nitric acid, 258 ; for sulphuric 
acid, 1217 ; special contrivances for 
them, 1218 ; funnel for filling them, 
1219 ; contrivances for emptying, 1220 ; 
handling in railway transit, 1220; rules 
of the EnglishVailway companies, 1222 
Cascades, 71 1, 712; for concentrating 
sulphuric acid, 1120, 1124, 1575 
Cast iron, action of sulphuric acid on it, 
320 

Catalyser, action of nitre as such, 926 
Catalysers in test-chamber process, 1012 
Catalytic reactions, first observations, 1276 ; 
by Davy, 1276; Berzelius, 1277; Phil- 
lips, 1277; Magnus, 1278; Doefjereiner, 
1278 ; Schneider, 1279; use of platinum, 
1280; of other contact-substances, 1281; 
interpretation of W(')hler and Mahla, 

1281 

Theoretical explanations of catalysis, 
1300 ; views of Berzelius, 1300 ; Liebig, 
‘1300; Bunsen, 1301; Ostwald, 1301; 
discussion of this, 1301 ; action of ferric 
or chromium oxide, 1302 ; various views, 
1302; experimental investigations by 
Sackur, 1304 ; Russell and Smith, 1304 ; 
Knietsch, 1306; Brode, 1314; Lunge 
and Pollitt, 1315 ; Lunge and Reinhardt, 
1317; Berl, 1318; Brode, 1319; Kep- 
peler, 1320; BodlUndcr and Kbppen, 
1322; Kiister, 1322; Bodenstein and 
Pohl, 1323; Lucas, 1324; Wbhler and 
co-adjutors, 1324; Wieland, 1326; 
studies made at Hbchst on the coij^tantst 
of equilibrium, 1377 ; on the velocity of 
the reaction, 13^0 ; on various contact- 
substances, 1382 ^ it 

Cellarius recervera^ 16^ 

Cement for nitric-acid stills, 147. 1^9 
Cerium oxalate as contact- agent, 1436 « 

Chamber-crystals, 33., ; preparation, 334 ; 
properties, 33*4 ; r/. Nitrososulphuric 
acid 

Chamber-process, 904 ; starting the cham- • 
bers, 904 ; avoiding water or weak acid 
for covering the bottom, 904 ; introduc# 


^ing burner-gas and nitric acid, 905; 
steam, 906 ; stopping for repairs, 906 ; 
supply of air, 906 Draught) ; of 
steam (wafer), 916 (see this) ; proper 
strength qf acid in chambers, ^17 ; of 
acid in drops, 921, 922, 925; Supply of 
nitre, 926 (w this); temperature, 936 
this) ; depth of acid, 948 ; removal 
of this? 948 ; geneM remarks, 949 
Irregular working, 949 ; free nitrogen 
peroxide, 949 ; causes of the loss of 
nitre, 952 ; formation of nitrogen pro- 
toxide, 952 ; distribution of gases and 
rate of formation in the various parts of 
the vitriol chambers, 95$, 963, 970 
Theory of the formation of sulphuric 
acid by the chamber-process, 986 ; older 
theories, 987 ; of Peligot, 990 ; Weber, 
991 ; Winkler, 993 ; Lunge, 994 ; 
Raschig, 995 ; Lunge's newer views, 
997 ; Sorel, 1002 ; influence of tempera- 
ture, 1006 ; Ostwald, 1008 ; other 
theories, 1009; of- Brode, 1010; Bredig, 
1014 ; frautt, 1014 ; Diaers, 1016 ; 
Raschig, *1017 ; Lunge, 1017 ; Engler 
and Weissberg, 1018 ; Raschig, 1019 ; 
Lunge, 1020; Raschig, 1021 ; Lunge and 
Berl, 1024 ; Neumann, 1030 ; Littmann, 
1030 ; Le Blanc, 1031 ; Nernst, 1031 ; 
Raschig, 1031 ; Lunge and Berl, 1032 ; 
Sthers, 1033 

Chamber-space, proposals for diminishing, 

639. 647 

Chambers, .w Lead-chambers 
Charcoal for taking the SO.^ out^of acid- 
smoke, 529 
Chemical lord, 394 
Chimi^ for vitriol-chambers, 744^ ’ 
Chloij^ of sodium found in Chilian nf^e, 
130 ^ 

Chlorine^ removal froir,f burner-gases, 554, 

1364 • ^ 

ChroAium oxide as contact-agent, 128 1, 

, 1435 • 

,Cind 5 rs ffom roasting pyritft, 431 ; utilisa- 
tion, 1455 ; from blende, 51 1, 1567 
Claus-Chancetprocess, treatment of ^ases 
for the manufacture of sulphuric 
‘‘anhydride or acid, 1440 
Coal-brasses, 65, 458 
C^al-smoke, see Acid-smoliC 
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! 3 oals, consumption in the manufacture (pf 
sulphuric acid, 1242 
3 oarse metal, 112, 116 
Uoke, reducing action on nitric add, etc., 
in su,lphuric acid, 350 ; use» for filliDgi#.he 
vitriol-chambers, 651 ; for packing Gay- 
Lussac towers, 790 ; reducing action of 
this, 791 

3 oke towers, see Gay-Lussac lowers, etc. 
IJolcothar, see \’'enetian red 
uolloidal sulphur, 50 
Colour of the chamber-gases, 928 
Coloured sulphuric acid, 1067, 1074 
Complex ores, roasting, 512 
Concentrating - pans for sulphuric acid, 
placed on the top of the pyrites-burners, 
439, 1093 ; on the top of brjmstone- 
burners, 1098 

Concentrating action of Glover towers, 896 
Concentration of sulphuric acid, 1079 ; 
necessity for it, 1079 ; process going on 
when heating the acid, 1079 ; material 
of concentrating-vessels, 1080 ; con- 
centratiof.i in lead-pans, *'lo8^0 (jcMhese) ; 
fired from the top, 1 08 1 ; from the 
bottom, 1087 ; by the heat of pyrites- 
burners, etc., 1093 ; by steam, 1098^ 
Concentration to 144° Tw„ in platinum 
ves'els, 1105 

Last concentration of sulphuric ^cid, 
1105; degree of concentration readied 
in Glover towers, 1105 ; general con- 
siderations, I iq6 ; extra-concentrated 
acid, 1107 ; by hot air, 1209, 1575 ; see 


Rectified oil of vitriql, glass reterts, 
'platinujm stills^ etc. 

'onceptratto'n of sulphuric acid by elec- 
tricity, 1213;' general remarks, ^213 
!!)ondens:ition of the ‘gases evolred in * 
copper 4 cxtAiction processes, 1496 
yOndensing-appaXtus for nilric*acid, 162 ; 
pipes, 163 ; wo^s, 16^ 

Jonnectiitg-tubes for lead-chambers,* 632 
loBtact-poisons, 1330, 1342? 1343, 1348^ 

1350. *38^ V * ■ . • 

pjitact-processes for the manufacture Lf 
sulphuric anhydride ofr acid, 1275 ; 
general remarks, 1275 • historical, 12^6 ; 
first*x)bservations of catalytic ^reactions, * 
1*276 (see this) ; process of ^Phillips, 
^77; of Sdineider, 12^0; other older ♦ 


processes, 1280 ; employment of plati- 
num, 1280 ; of oxides of copper, 
chromium, iron, ^J28i ; magnesia, 1282 j 
silica, 1282 ; furthet, development, 1283 ; 
action of moisture, 1284 ; impetus given 
by the synthetical production of alizarine 
and other colouring matters, 1283 ; 
patent of Squire and Messel, 1286 ; 
publication of Winkler, 1288; develop- 
ment of these processes caused by this, 
1289 

Sulphuric acid made by contact-pro- 
cesses coming into the market, 1291, 
1292; processes used at Thann, 1292; 
further developments, 1293 ; formation 
of a suitable mixture of SO2 and 0 by 
decomposing sulphuric acid by heat, 
1294 ; other methods, 1296 ; direct 
employment of gases from sulphur-, 
pyrites-, or blende-burners, 1298 

Theory and laboratory investigations, 
see Catalytic reactions 

Present slate of the manufacture of sul- 
phuric anhydride and sulphuric acid by 
the contact-process, 1326 ; general, 1326, 
1575 ; Process of the Badische Anilin- 
und Sodafabrik, 1327 (investigation of 
the part played by excess of oxygen, 
1327; on contact-poisons (arsenip), 
1329; precipitation of the white mists, 
1329 ; cooling the gases, 1329 ; removal 
of the injurious excess of the heat of 
reaction, 1331; contact-furnace, 1332;' 
contrivance for reducing the pressure 
caused by the asbestos contact-mass, 
1335 i desCTiption of other carriers, 
1336; dividing the process into two 
stages, 1337; revivifying the contact- 
m^ss, 1337; absorption of the sulphur 
trioxide, 1337 i synopsis of the opera- 
tions, ^338 ; use d^ various oxides as 
substoata for pjatlnum black, 1341 ; 
various stateme^jits «-o? the Badische, 
1342; contribution of the Badische to 
Lunge’s text-book, 1343 ; historical, 
1343 ; betrayal of secrets, 1346 j purifica- 
tion of the gases, 1348*; cooling-procCAei 
1351 ; arrangement of contact-spa^siy •. 
1354; avoidance of pressure, 
enumeration of patents, 1 357) j 

Processes of the Tentelew Cboniicil , 
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Ca, 1357 (list of patents, 1357 ; cost of 
the plans and the process, 1358 ; various 
details, 1359; differ|nces between tbeir 
process and that#>f the Badische, 1360 ; 
contact-apparatus, 1361 ; regulator, 
1362 ; absorption of the SO3, 1363 ; 
abstracts of their patents for purifying 
the gases, 1361 ; for cooling*the burner- 
gases, 1367 ; for the contact-apparatus, 
1368 ; for the regulator, 1371 ; for the 
absorbing-tower, 1372) 

Process of the Farbwerke Hiichst, 
1374 I (historical, 1374 ; transferring 
heat to the gases, from the SO,., produced, 
1375 } studies on the contact-process> 
1376, 1380; equilibrium constants, 

1 37^ ; motive-power derived from the 
heat of the pyrites-kiln gases, 1379; 
studies on the velocity of the reaction, 
1380; on various catalytic substances, 
1382 ; contact-poisons, 1383, 1387 ; 

elimination of platinum, 1384; new 
arrangement of the process, 1 384 ; 
improvements on the catalytic sub- 
stances, 1387 ; in the absorption of SO;., 
1388; latest improvements, 1388) 

The Schrodcr-Grillo process, 1389; 
(contact-apparatus, 1 390 ; employment of 
blende-roasting gases, 1391 ; improve- 
ments of the contact-mass, 1392 ; of the 
apparatus, 1392; contact- masses, 1394 5 
abstracts of their patents, 1 395 ; recent 
communications, 1397 ; list of patents, 

1400, 1575) 

Process of the Mannheim Verein 
Chemischer Fabriken, 14CO (list of 
patents, 1400 ; principles of the process, 
1402 ; abstracts of patent specifications, 
1403 ; pyrites-kilns, 1405 ; co§tact- * 
chambers, 1406; working of the piocess 
in America, 1408^ ^ 

Freiberg jgrocess,^ 1409 ; hlfetorical, 
1409 ; process new tjarric.l out, 1410 
Rabe’s process, 1415 
Development of the contact -process in* 
the United States, 1419 
Purification hr special preparation of 
the pyrites-burner gases tor the manu- 
facture of SOa, 1421 
Special contact-apparatus and regula- 
tion of temperature, 1423, 157^ 


Improvements in the manufacture of 
contact-substances, 1428, 1576; recovery 
of platinum, 1432 ; ferric oxide and 
similar oxides as catalytic agents, 1432 ; 
tare metak and various others cata- 
lysers, 1436 * 

Absorbing-apparatus, 1437 
Combination of the contact- and the 
chamber-process, 1576 

Purification of sulphuric acid made by 
catalytic processes, 1439 
Cooling- apparatus for the acid foi feeding 
the Gay-Lussac tower, 832 ; for the 
concentrated acid from the Kessler 
apparatus, etc., 1145, II47; for the 
contact-process, 1351, 1367 
Cooiin||-pipes for nitric acid, 163 ; for 
burner-gases, 5 <t ; for the gases within 
the chambers, 648, 653 
Cooling-worms for nitric acid, 163, 164 
Copper or copptr salts for retaining acids 
fro.n smoke, 527, 528 

Copper, e- traction from pyrites* cinders, 
1470 ; geijeraf, 1470'; necellity of wet 
extraction, 1470 ; historical, 1472 ; 
present piocess, 1472 ; composition of 
cinders, 1473 ; reverberatoiy furnaces 
for roasting witli salt, 1476 ; with 
gaseous fuel, 1477 ; blind roasteis, 
1^81 ; combined furnaces, T483 ; kilns, 
1484 ; mechanical calcining-furnaces, 
1484 ; process of working the furnaces, 
1490 ; composition of the product, 1492, 
I493> 1491- ; testing the product, 1495 ; 
ether processes, 14.95 5 condens«tion of 
the calcining grsis, ^96; {xiviatitin 
of the charge, I497 ; residue ^rom Jixivia- 
tion^purple ore, blue billy)? 149^^5 
recovery of leai^, 1 500 ; composition of 
copper liquors, pi^cijlftation of 

the copper, 1 504 ; preparation of spongy 
iron, 1506; corapos^t 5 on of the precipi- 
tated! copper, 1515 ; furnaces fet smelting 
it, 1516 ; \iorking results, 1516 ; extrac- 
lion’of toe silven^i5i7 (.r/'^this) ; waste 
L liquors from the copper extractjpn, 
utilisation of^odium sulphate, 1521 
Other processes of copper extraction, 
1524 ; ^rtatment of veiy poor ci^reous 
cinders, 1527 ; laying out copper-extract- 
Vg works, 1528 ; statistital, 1529 
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Copper-matte, burners for, ^41 ^ 

Copper-pyrites, properties, 65 ; application, 
112,114 

Cornish assay, 79 

Cost of^manufacturing sulph\7ic acid fijom 
brimstbne, 1245 ; from pyrites, 1246 ; in 
England, 1246; France, 1247 ; Germany, 
1248 ; America, 1256 
Costra, 125 ' * 

Crusts forming in platinum stills, 1156 >0 
iron pans, 1163 

Crystallisation of sulphuric acid, 1047 

Denitration of the nitrous vitriol, 845 ; 
general, 845 ; by steam or hot water, 
846 ; Gay-Lussac's apparatus, 846 ; 
English plan, 848 ; by steam-columns, 
849 ; by the Glover tower, 853 isi’c this), 
895 ; by other means, 903 
Didyraium compounds as contact-agents, 

1436 

Diphenylamine, 374, 1563 
Dishes for concentrating sulphuric acid, 
1120 

( X 

Distillation of sulphuric acid, 1046, 1073 
Distributing-apparatus for the feeding-acid 
in Gay-Lussac towers, 799 Qef t^Bs), 

1571 

Draught in chambers, tests for, ‘joi, 7671 

907 , 

Draught, production in lead-chamofers, 
738 {see this); by fans, 753; measure- 
ment of, see Anemometers ; general 
^ remarks on this, 778 ; quantitative data, 
913 c «’ 

EHaught^n pyrites-burners, see Air 
Draugjit,* jnJgulaSion in chambers, 907, 

' 91 1 ; Consequences of excessive fraught, 
‘■‘909 ; of insufficient dicught, 910 (, 
Draught-^ipA for btirner-gases, 541 
Draught-regulator^ for chambers, 747 ; 
automatic, 749^1 

Drips foir acid in lea^-chambers* 698; 

strength of' acid in them, f)2l, 922 f 
Dust in brealfing pyritft,<, see PyAtes-small^ 
Dust from burning pyrites, see Flue-dust 
Dust-burners {see Pyrites-smalls) ; connec- 
tion with Glover toweri, 893 
Dust-fliiambers, 545; cooling ^them, $ 47 ;' 
various contrivances for catching the 
dust, 549 


Electrical processes for the manufacture 
of alkali, 4 ; for the oxidation of free 
nitrogen, 208 ; for the concentration of 
sulphuric acid, ^21^^ for the manufac- 
ture of fuming O.V., 1274; for the 
manufacture of sulphuric acid, 1445 
Enamelled cast-iron concentrating-pans, 
1186 

English red, see Venetian red 
Equilibrium constants for the contact- 
process, 1377 

Exit-gases of chambers, proper percentage 
of oxygen, 90$ ; analysis, 954 ; low- 
level and high-level escapes, 972 ; 
control of acids therein, 972 ; continuous 
tests, 973 ; absorbing vessels, 983 ; nitric 
oxide, 985 ; oxygen, 986 
Explosions in treating acid with hydrogen 
sulphide, 1063 ; in platinum stills, II$7 
Explosive pyrites, 80, 106 ; treatment, 
441 ; dust caused by it, 454 

Fan- BLASTS for producing the draught in 
vitriol-chambers, 753 ; place where thej 
are to be put, 754 ; made of stoneware 
754. 755» 756 ; of hard lead, 755 ; of cast 
iron, 755 ; various constructions, 756, 
763 ; part they play in the chamber- 
process, 759 

Ferric oxide as contact-agent, 1301, 1432 
Ferric sulphate, manufactuie of Nordhauser 
fuming acid from it, 1260, 126$ 
Ferric-sulphate crusts in platinum slilU 
1156; in cast-iron pans, 1163 
FeriOsilicium as contact-substance, I447 
Field tul)es, 1 1 29 

Filters for arsenious sulphide, 1060, 1062 
1063 

• Fire-^ases, see Acid-smoke 
Flowers of sulphur, manufacture, 48 
analysis, $6 •- 

Flues far burner-gases, 541 
Flue-dust from buri|er-gy«e8, $43 ; remova] 
543, 1569; composition, $44; utilise 
, tion, 544 ; see Dust-chambers 
Fluorides in blende, influence on 
corrosion of lead, 329* ' 

Fluorine in burner-gases, removal, $5$ ‘ " 
Fogs, removal of, in condensing nitric a^ 

173 - 

4 Foundations of lead-chambers, 58$ 
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'fame of acid-chambers, 590 ; construction 
of wooden frames, 590; painting the 
wood, 591 ; protection against insects, 
591 ; mortise-hol^, ^91 ; cross rails, 
593 ; frames made of angle-iron, 592 ; 
framing without uprights, 592 
^rasch process, 26, 30, 31, 33, 480 
^reiberg kilns for pyrites, 421 • 

^rithjof fan-blast, 755, 763 

rALENA, 1 12, Il6* 

rases from pyrites-burners, arrangements 
for preventing their blowing-out, 433; 
calculation of the volume of chamber- 
gases according to temperature and 
moisture, 780 ; accidents by poisonous 
gases in repacking Gay-Lussac towers, 
and rules for preventing these, 794 ; 
antidotes, 795 ; observing the colour of 
the gases before and behind Gay-Lussac 
towers, 797 

Distribution of the gases in the 
chambers, 955, 963 ; duration of passage 
through the chambers, 97 1 
jlas flues of pyrites-burners, 428 
jras-oxide, sulphur from, 36 ; use for the 
manufacture of sulphuric acid, I17 ; 
formation, 117 ; composition, 118 ; 
treatment, I19; analysis, 119; burning, 
120 ; burners for it, 515 
Sas-producers for heating platinum stills, 
1140 

Gas-volumeter, 383 

Gay-Lussac tower, invention, 9, 782; 
historical, 782 ; description, 783 ; reasons 
for employing a tower-shaped apparatus, 
783 ; two towers in series, 784 ; width, 
785 ; dimensions, 786 ; foundations, 
787 ; framework, 788 ; thickness of lead, 
788 ; circular or angular towers, 788 ; 
way of joining tile lead sheets, ^789; 
packing the tower with co*e# 790; 
drawbacks or this, ; packing with 
acid-proof stoneware, 792 ; cmplo3ring 
plate-towers, 793 (see this) ; repacking 
Gay-Lussac towers, 794 ; prevention of 
accidents by poisonous gases, 794 
Complete design of p Gay-Lussac 
' coke-tower, 796 

* Observation of the gases before and 
behind the tower, 797) other nitre- 


gecov ery apparatus on the same principle, 
797 

Distribution of the feeding-add, 799 ; 
acid-wheels, 799; overflow apparatus, 
8^2 ; other ^ibtributing-apparatus^ 804 ; 
importance of regulating the s apply of 
acid, 805 ; apparatus for this purpose, 
806 ; balancing-apparatus, 806 ; other 
apparatis for regulating the feeding, 
808; pulsometers, 811 
Centralised working of the Gay- 
Lussac towers (Griesheim system), 81 1 
Pumping the acid, 813 isff Acid-pump 
and pulsometers) ; acid-tanks, 830 
Working the tower, 831 ; colour of 
the gas, 831 ; drying and cooling the 
gases, 832 ; quality of the absorbing- 
acid, ^32 ; cooling-apparatus for the 
acid, 832 ; quantity of feeding-acid 
lequired, 835 ; strength of it, 836 ; 
quality of the nitrous vitriol, 837 ; 
pres^'nce of nitrogen peroxide or nitric 
acid in it, 838 ; proposals for reducing 
these, 839 , regulation of thg draught, 
840 ; faully^working of the tower, 840 ; 
loss of nitric acid, 841 
Exit-gases from the tower, 842 ; acids 
contained therein, 843 ; proposals for 
treating these gases, 843 

Various other plans for recovering the 
niire, 844 

Glass for building vitriol-chambers, 584 
Glass-making, utilising the smoke from it, 

521 

Gla^ retorts for concentrating sujphuric 
acid, old system, 1108 ; ^pt'orts o#Chanae 
Brothers, nil ; o.hers,*i 1 14 ; condensa- 
tion of vapours, 1114 ; continuous^jstem 
of G^dley and *Chance, 1 1 1 5 ; oth8f 
continuous systems, 1 1 17 ;Acos9*of con- 
centratipg in glass. 

Glass wind^/8 in chamrers, foi 
Glover ®tower, running the nitric* acid for 
feeding the|Chamf)ers thrdttgh it, 7^3* 
first <ntr>duction/783, 853^; discussion 
'jn its value, 854 ; functions, 858 
Constructiiy, 859 ; materials for Ifh- 
ing, £60 ; foundation, 861 ; frame, 861 ; 
lfed-work^862, 1572 ; inlet- and gutlet- 
pipes for the gases, 864 ; lining, 866 ; 
packing, 867 ; by flints* 867 ; quarto, 
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868 ; rings, 868 ; other materials, 8^8 ; 
cones, 870 ; cylinders, 870 ; perforated 
plates, 871 ; other descriptions of 
packing bodies, 872, 1572 ; height of 
the^ tower, 877 ; distriJ^ution ofr the 
acid,*’ 877 ; cubic contents of lower, 
878 

Description of complete towers, 878 ; 
circular to\\ers, *878; toweriL of volvic 
lava, 879, 880, 881 ; design of Llity, 
881 ; of Niedenfuhr, 882 ; discussion on 
this, 886 ; other systems, 887 

Position of the Glover tower, 889 ; 
working of it, 890 ; feeding with a 
mixture of nitrous (or nitric) and chamber 
acid, 890 ; mixture inside the tower, 892 ; 
temperature of acid, 892 ; producing acid 
from top to bottom, 893 

Glover towers connected with dust* 
burners, 893 ; with brimstone burners, 
894 ; working towers in different ways, 
895 ; various functions, 895 ; denitration 
of nitrous vitriol, 895 ; cooling the gas 
and supplying part ‘of ^the sj,eam for 
chambers, 896 ; concentrating action, 
896 ; formation of fresh sulphuric add, 
897 ; time occupied by the transUr of 
oxygen, 898 ; comparison of its action 
with that of chamber-space, 899; tem- 
perature, 901 ; use for the waste acids from 
nitrol^nzene and nitroglycerine manu- 
facture, 901 

Drawbacks connected with Glover 
towers, 901 ; brown colour of acid, 901 ; 
cohiamination with iron, 901 ; • with 
alumlha, 902^ 

pegrC& of concentration attained in 
Glofer towers, 1105, iio6;^lace for 
them in the arrangement of ohamlier-* 
plant,hi2i9 

Grate-bars of pyr^^es-kilns, 42^0 
Griesheim procej^s for obtaining pure nitric 
acid, <68 * 

Griess reagent, 376, 389 t { 

Gutta-pcrclrtl for builfttmg vitrilll-cltambexs, « 

,584 ( 

Gypsum, manufacture oP sul])huric acid 
from it, 1450 *- ^ 

Hasenclever pans, 1086 
I'^eaps for roailing pyiiies, 420 


Heat evolution on mixing sulphuric add 
with water, 315 
Helianthin, 354 ^ 

Hot gases (air, et()») for concentrating 
sulphuric acid, 1 188 ; process of Kessler, 
1191 ; other processes, 1200; process of 
Zanner, 1200 ; Quinan, 1203 ; Gaillard, 
1203 ' 

Humboldt burners, 493 
Hydrochloric acid, 3 

Hydrogen for burning 'lead, 597 ; electro- 
lytic, 601 

Hydiometers, 292 ; TwaddelPs, 292 ; 
Baume’s, 292 ; comparison with specific 
gravities, 293, 294 ; comparison of reduc- 
tion tables, 295 ; special hydrometers for 
the most highly concentrated sulphuric 
acid, 306 

Impurities of sulphuric acid, 1039 
India-rubber for building acid-chambers, 
584 

Indicators for titrathig sulphuric add, 353 
Injectors for nitric acid, 715 ; for steam, 743 
Insects attacking timber of vitriol-chambers, 

590, 591 

Intensive (or high-pressure) style of work- 
ing the acid-chambers, 639 ; difference 
of production against usual style, 639; 
various statements, 640 ; statements of 
Nemes, 641 ; discussion on this, 645 ; 
Glover towers for it, 888 
Iodine in Chilian caliche, 1 27 
Iron, action of sulphuric acid on, 320, 321, 
322, 323 ; presence in acid from Glover 
tow'er, 902 

Manufacture from pyrites- cinders, 1456 
Iron mordant obtained as by-product in 
supplying the chambers with nitroua 
j^ses, 722 

Iron pyrites, see Pyrii^s 
Iron jeCsels for concentrating sulphuric 
acid, 1158 ; castriron j.bus, 1158 ; crusts 
forming, 1163'; consumption of fu«l^ 
employment for waste adds, 1164 J 
nection with a Faure and Kessler hoo^, . 
1164 ; combination with platinum , 
1165 ; various plans, see Rectified oil ^T 
vitriol I 

(gists for chamber-tops, 607 ; iron 
joists, 609 
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Kbgeltufme, 68o 

Kcasler apparatus for the concentration of 
sulphuric acid, 1191, 1^95, 1207 

Kieselguhr for absojfcing nitric acid, 259 ; 
for sulphuric acid, 1225 

Kilns for burning pyrites, 421, see Pyrites- 
burners 

LANTHANIUM compounds as catalytic 
agents, 1456 

Lead, action of sulphuric acid on it, 324 ; 
“chemical lead,” 324; action of nitric 
and nitrous acid, 325, 328 ; investigation 
of Lunge and Schmid, 325 ; influence of 
bismuth, 329 ; of fluorides, 329 ; of zinc, 

' 330 

Lead for vitriol chambers, 393 ; thick- 
ness, 593 ; quality of chamber-lead 
(chemical lead), 594 ; mangling it, 596 ; 
coating it, 596 ; joining by solder, 596 ; 

, rabbet-joiats, 596 ; joining by burning, 
597 {see this) 

Wear and tear of the chamber-lead, 

6 I 7 » 631 

Joining the lead for Glover towers, 862 

Quality of lead for concentrating-pans, 
1104 

Recovery of lead in the copper extrac- 
tion process, 1500 

Lead chambers, introduction, 6 ; invention 
of soldering by burning, 9 ; construction, 
general principles, 583 ; necessity for 
providing a large space, 583 ; of employ- 
ing lead for this purpose, 584 ; attempts 
to make acid-chambers from other 
materials, 584 

General notes on the erection of lead 
chambers, 584 ; reasons for placing them 
above the ground-level, 584 ; foundation, 
585 ; pillars, 585 {see this) ; sleepers, 
589 ; cross-joists, sifq ; floor, 5g§ ; fi ame 
of the chambeiTj 590 this) \ Ifad for 
chambers, $93 (j^<^Le^) ; burning it {see 
Lead) ; way of erecting the chamoers in 
England, 601 ; sheet-board, 602 ; side- 
straps, 602 ; perforated straps, 60S ; 
* chamber top, 606 ; joists for the top, 
607 ; iron top joists, 609 ; susi)ending 
the top from the roof, 609 ; chamber- 
bottom, 6lo; Falding’s description of 
Uic usual English plan of chamber-frame, 


%ii ; special ways of building the 
chambers, 612 ; movable side-walls, 614 ; 
freely suspended beams, 614 ; chambers 
built by the Moritz system, 614, 1570 
^Buildings* for containing ^acid- 
chambers, 615 * 

Renewal of the chambers, 6 17 ; reasons 
for doing it, 617 ; making them stand 
longer, (?i8 ; removing the mud lying at 
the bottom, 619 ; observations by various 
authors, 620 

Shape of chambers, 614, 620 ; annular 
chambers, 622 ; Meyer’s tangential 
chamljers, 622 ; other circular chambers, 
625, 1570 

Combination of chambers to sets, 
627 ; sjze of the single chambers, 629 ; 
connecting-tubes, G32 ; cul k contents of 
chambers, 635 

Intensive style of working the 
chambers, 639 {see this) 

Proposals for diminishing chamber- 
space, 647 ; by using pure oxygen 
instead of a^r, (#(.7 ; by speciili contriv- 
ances for mixing and cooling the gases, 
648 ; surface condensers, 649 ; partitions 
in the chambers, 650 ; filling the 
chambers with (oke, 651 ; with other 
materiaL, 652 ; mechanical mixers, 652 ; 
by hollow lead pipes, 653 ; other contriv- 
ances, 654, 1570; Falding'b system, 
654 ; intermediate or reaction towers 
{see Towers) 

Replacing the chambers entirely by 
tollers, eic., 683 ; Griesheim apparatus, 
687 ; Op^’s app-\-atu^ 688 ^ othe^ 
system'j, 692, 1571 ' ^ 

ChagiSsr-fittings, 694 ; for dlawinc 
off th# acid, 694 ;^cid-dishes (drijDS, tell- 
tales), 698 ; for sapipjjni^, 7®o ^thermo- 
meters, #700 ; pressure-gauges, 701 ; 
gauges 01 height of ^cid, 701 J glass- 
windiiWs (sights),^ 70 1 ; apparttus for 
introducing fiitric acid, 702 ; in the state 
of vapoul’, 702 ; i/the liquid form, 703 ; 
t^asons for preferring the latter, 70 
potting-proce^, 705 ; old style, 705 ; 
fi|ed apparatus, ^05 ; newer systems, 708 ; 
introdu(;jicai of liquid nitric acid^709; 
througl^ a Mariotte’s vessel, 709 ; by 
twbours, 71 1 j intermitttntly, *112 
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cascades, 712 ; through the Glover toWir, 
713 ; by a spray-apparatus (injector), 
715 ; introducing nitrate of soda in 
aqueous solution, 719; feeding the 
chairbers with nitrous ^ses obtained 
as by-products, 720 
Feeding the chambers with water, 722 ; 
in the shape of steam, 722 (jee this) ; of 
water, 728 {see Spray) ; reasons for doing 
so, 729 ; advantages of water against 
steam, 736 

Production of the draught, 738 ; for 
brimstone burners, 738 ; for pyrites- 
kilns, 741 ; by an outlet-pipe behind the 
last chamber, 743 ; by injectors, 743 ; by 
chimney, 744 ; by other arrangements, 
747 ; regulation of the draugj’t, 747 ; 
automatic, 749 ; mechanical production 
of draught by fan-blasts, 753 (vrr this) ; 
anemometers, 767 (\cc this) 

Improvements proposed for acid- 
chambers, 968 

General arrangement, plans, etc., 1230 
Lead-matfc, 117 j ^ 

Lead ores, utilisation of gases from roast- 
ing them, 514 . 

Lead pans for concentrating sulphuric afid, 
1080; heated from the top, 1081, iiii ; 
heated from below, 1087 ; strength of 
acid in the various pans of a set, 1^89 ; 
system of Bode, 1090 ; at Freiberg, 1092 ; 
other systems, 1093, 157 3; lead pans 
fired by waste heat, 1093 ; placed on the 
top of pyrites-burners, 1093 ; of brim- 
stoni-burneijs, 1098 ; concentrating-^ans 
•heatei^ by stet^m, 1098 ; quality of lead 
for^'onc^litrating-pans, 1104 , 

Lead slilphate, influence on thet^specific 
gravity of sulphuric *iicid, 306 ♦* 

Leakage' of *aci(\ jnto the cooling-water, 
protection again|j't it, 1213 / 

Leblanc process, (yxinectipn with the manu- 
factur^'of sijulphuric pcid, 2 
L 


Losses in the manufacture of sulphuric 
acid, causes of, 1244 
Lunge towers, i^^r*late towers 

Magnesium hydrate for retaining SO 
from acid smoke, 526 
Magnetic pyrites, 59, 105 
Man-holes for vitriol-chambers, 700 
Mangling the chamber-lead, 596 
Marcasite, 59, 10$ • 

Mariotte’s vessel, 709, 805 
Marsh test for arsenic, 369 
Marsh-Berzelius test, 370 
Matte, 1 1 2, 117 

Mercury in zinc-blendc, action on the 
chamber-lead, 593 
Methyl-orange, 354 

Mixing-apparatus for the gases in lead- 
chambers, 652 

Monohydrated sulphuric acid, manufacture 
by freezing out (Lunge’s process), 1214 ; 
other processes, 1217 

Mud lying at the bottom of vitriol 
chambers, 619 ; removal from sulphuric 
acid, 1041 

Neutraleisen, 1188 
Nitrate of potash, natural occurrence, 128 
Nitrate of potassium found in Chilian 
nitrate, 130 

Nitrate of soda, 122 ; composition, IJ2 ; 
properties, 122 ; specific gravity o1 
solutions, 123 ; occurrence in Chili, 123 
working up of " caliche,” 125 ; extractiot 
of iodine, 127 ; other nitre-beds, 137 : 
statistics, 128, 129, 1532; treatment « 
the nitre bags, 129 ; composition of com 
m^rcial nitrate of «oda, I2gr; impurities 
130; perchlorate, 130; refraction, 130 
13 1 ; ^alysis of nifrate of soda, 131 
Aljueous solution of ijitfCi introductioi 
into the vitriol-cJramlers, 7 19 


Amt for absorbing SO. frofi acid smokef Nitrating-processes, utilisation of wasj- 
* V * * •' * acids from, see Waste acids 

Liitiertone for dealing with acid smoke, ^ 6 Nitre, supply to chambCTs, 9*6 ; a^on# 

Lining if Glover towers, 880, 866 a ratalyser, 926 ; rule, for supply, 926 

Lip of Glover tower, 863* . necessity for recovery, 927 (i« tlu») 

LitmiA, 353 * • * observation of the colour of the ga^ 

Lixmating-tanks for the calcined, cupreous 928 ; of smell, 929 ; chemical twU 16 

lesidues, 14^7 , / ^ ' nitrosity, 929 ; rules for the reactioM;^ 
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nitre in the various samples from 
chambers and drips, 931 ; testing the 
nitrous vitriol, 933 ; ^quantitative da^a, 
934; proposals • for modifying the 
ordinary way of supplying the chambers 
with nitre, 935 ; irregular supply, 949 ; 
causes of the loss of nitre, 951 

Consumption of nitre in^he manu- 
facture of sulphuric acid, 1236, 1238 
Nitre-bags, treatment of, 129 
Nitre-cake, 195 ; manufacture of sulphuric 
acid from it, 1448 

Nitre-ovens connected with pyrites-burners, 
440 ; in connection with the vitriol- 
chambers, 705, 1571 

Nitre-recovery by the Gay-lmssac tower 
(see this); other plans, 84^, 1572 
Nitric acid, 132 ; hydrates, 132 ; boiling- 
points, 133 ; table of percentages for 
specific gravities, 136 ; correction for 
temperatures, 137 ; controversies on 
specific gravities of nitric acid, 137; 
influence of lower nitrogen oxides, 137, 
138 ; mixture of nitric and sulphuric 
acid, 138 ; oxidising properties of nitric 
acid, 139 

Manufacture, 139 » by distilling nitrate 
of soda with sulphuric acid, 139 ; pro- 
portions of acid to be used, 139 ; manu- 
facture in glass retorts, 140 ; in French 
cylinder apparatus, 140 ; improved 
retorts, 143; working the cylinders, 
143 ; manufacture in pots, 146 ; cement 
for nitre stills, 147, 149; Guttmann’s 
stills, 149; stills of Prentice, 153; of 
Uebel, 154; of the Chemische Fabrik 
Grieiheim, 158; of Valcntiner and 
Schwarz, 158 ; continuous processes, 
159; gases and vapours evolved, *60; 
frothing over, 160 ‘working in a vacuum, 

161, 1553 ’ » 

Condensatiop, ; by Woulfe’s 
bottles, 162 ; improvements, 162 ; cool- 
ing-pipes, 163 ; cooling-worms, 163 ; 
plate towers, 164; refining or bleaching* 
nitric acid, 168^ i 553 » Griesheim pro- 
cess, 168; Guttmann’s system, 170; 
t improvements by Bate and Orme, 172 ; 
t removal of fogs, 173 ; Valentiner’s vacuum 
process, 173; other condensing-processes, 
* 7^1 1553; Skoglund’s, 178; removal 


lower nitrogen oxides and conversioi. 
of these into nitric acid, 182, 1553 
Concentration, 190, 1554; manufac- 
ture of 100 pc • cent, nitric acid, 194, 1 554 
• Various ether processes for th^manu- 
facture of nitric acid, 199, 1555 ; from 
atmospheric nitrogen, 202, 1555 ; oxida- 
tion of nitrogen by the action of high 
temperatures, 202, 1555; by means of 
electricity, 208, 1556 ; scientific researches, 
209, 1556 ; technical processes for manu- 
facturing nitric acid or nitrates from 
nitrogen by means of electricity, 214, 
1557 ; processes of Pauling and the 
Gelsenkirchen Co., 227, 1557 ; of 

Birkeland and Eyde, 232, 1558 ; of 
the ^adische Anilin- und Sodafabrik 
(Schbnherr), 239, 1559 
Treatment of the nitrous vapours 
obtained by the oxidation of atmospheric 
nitrogen, 247 ; nitric acid from ammonia, 

253. 1559 

Storage, 258 ; transportation, 258 ; 
absorption ^in •kieselguhr, f59, 1 559 ; 
pumping, 259 ; pulsoraeter, 259 
Analysis, 261, 1560 ; titration, 261 ; 
impurities, 261 ^ 

Protection against accidents by fumes, 
262 ; statistics, 262 ; influence on the 
snedfic gravity of sulphuric acid, 305 
Action on lead, 325, 328 
Behaviour with sulphurit acid, 336, 343 
Introduction into the vitriol-chambers, 
702, 905 ; in the state of vapour, 702 ; 
ir# the liquid form, 703 Lead- 
chambers) ; storii it,^f lo * * 

Nitric ojide, rate of formation at^ high 
tem^^tures, 239, 246 ; bAiaviour 

‘ towPids sulphurtc acid, 331 ; presence 
in chamber exit-gases, 985* t 
Nitrobenztne, waste acids from, 197, 903 
Nitrogen, oxidation by^jgh temperatures, 
202 by electricity, 208 ^ • 

Nitrogen oxfJes, influence on specific 
, gravity of nitric a'?id, 137, ftS ; removal 
> ),f these in condensing nitric acid, ; 
Griesheim process, 168 ; Guttmann’s 
^stem, 170; methods for converting 
• them iqto* nitric acid, 182 # 

Influence on the specific gravity of 

' sulphuric add, 30$ I detection in |pl- 
« f * 
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phuric acid, 374; quantitative estin^- 
tion, 377 ; nitrometer, 380 ; by potassium 
permanganate, 387 ; colorimetrically, 
389 ; other processes, 390 ; estimation 
in byrner-gases, 580 9 q 

Nitroged oxides, recovery of, 781 ; general 
remarks, 781 ; in Gay-Lussac towers 
this) ; other apparatus on the same 
principle, 797 ' 

Nitrogen oxides, composition in chambers, 
960 ; removal from sulphuric acid, IC67 ; 
by sulphur dioxide, 1067 ; by brimstone, 
1068 ; by organic substances, 1069 ; by 
ammonium sulphate, 1069 
Nitrogen peroxide, behaviour against 
sulphuric acid, 339, 34 L 344 » 345 i 
question of its presence in the Gay- 
Lussac acid, 838 ; proposals for reducing 
it, 839; free nitrogen peroxide in the 
chambers, 949, 960, 962 
Nitrogen protoxide, estimation in burner- 
gases, 581 ; formation in chambers, 336, 

952 

Nitrogen ‘trioxide, beLavipur against 
sulphuric acid, 333; against alkalies, 
1031, 1032 - 

Nitroglycerine, waste acids from, 197 ^ 
Nitrometer, 132, 379 

Nitrososulphuric acid, 334 ; properties, 
334 ; composition, 334 j formation, 336 ; 
researches of Lunge, 336; of Raschig, 
337; action' of water, 338; behaviour 
towards sulphuric acid of various con- 
centrations, 339; new researches of 
Lung^, 341 ; of Lunge and Weintraaub, 
^45 ; b^haviout against reducing-agents, 
346 ■ ‘’‘• 

Dedi/m position at different ^pmpera- 
tures, J46-350; formadon by the '•educ- 
ing action 61 carbon (coke), 350 
Nitrosulphonic acidp 335) 838 
Nitrosylic acid, 35,o;r 

Nitrous aQid, testing for it in nitric add, 
261 ; properties, 332 ; nitrot's anhydride, 
333 ; tension in pre>ence of sulphuric 
acid .of various concentrations, 3466^ 
detection in sulphuric acid, 374 j estima- 
tion, 379» 1 5^2 

Nilrous gases, from by-productr for feeding 
the chambers, 720; .absorption by 
^ ajkalies, 1031, lop 


Nitrous oxide, behaviour with sulphuric 
acid, 331 ; eitimation, 1573 
Nitrous vapours, treatment of, 182, 247 
Nitrous vitriol (see NiVososuiphuric add) ; 
quality of the product coming from the 
Gay-Lussac. tower, 837 ; denitration (xw 
this) ; use in Glover tower, 890 ; analysis, 

389, 156? 

Nordhausen fuming oil of vitriol, 279; 
properties, 280, 1577; melting-points, 
281 ; boiling-points, 281 ; specific 
gravities, 28 r, 282, 283; specific heats, 
284 ; heats of solution, 284 ; other 
properties, 285 

Manufacture, 1259; in Bohemia, 
1260; from artificially prepared sul- 
phates, 1264; ferric sulphate, 1265; 
from other sulphates, 1267 ; by other 
processes, 1271 ; from chamber crystals, 
1272 ; from the SOj{ contained in pyrites- 
kiln gases, 1272; by electricity, 1274; 
by ultra-violet rays, 1275 ; by contact- 
processes {see these) 

Norge salpetre, 238, 248 
Noxious vapours, 113, 269 

Obsidianite, 861 
Oidium, 16, 46, 47 
Oil of vitriol, 292 
Oker kilns, 422 

Oleum, see Nordhausen fuming oil of 
vitriol 

Oxalic acid, as by-product from supplying 
nitrous gases to the chambers, 720 
Oxygen, estimation in burner- and chamber- 
gases, 578 ; proper proportion in exit- 
gases, 908 ; use of its estimation for 
ascertaining the quantity of sulphur 
bunnt, 986 

Packing 4or Glover ^towers, 867 ; flints, 
867 ; tjuartz, 867 ; rings, 8 ; other mate- 
rials, 868 ; Bettenhatisen cones, 870 \ 
cylinders, 870; perforated plates, 871.^' 
special descriptions of packing bodiei,-^ 

873, 1572 ^ ^ / 

Packing sulphuric acid, 1^17^ see Carboy?^ ^ 
Acid-tanks, etc. v? 

Pans for concentrating sulphuric acid,^s% 
Lead-pans, etc. ' 

Partitions in the lead-chamberi,^5 
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*eaB (pyrites), burners for, 470 
’erchloratc contained in Chilian nitrate of 
soda, 130 

Perforated plates and Rohrmann’s 

system) for acid-making towers, 659 ; for 
Glover towers, 871 
Phenolphthalein, 353 
Phosphoric acid as contact-agentf 1436 
Pillars of lead-chambers, 585 ; material for 
them, 585 ; wood, 586 ; brick, 587 ; 
stone, 587 ; cast-iron, 587 ; wrought- 
iron, 588, 1570 

Plate-towers for the condensation of nitric 
acid, 164 ; foi relining or bleaching it, 
168, 169, 170, 200 ; for the manu- 
facture of sulphuric acid, 657 ; reasons 
for introducing them, 637 ; construction 
of Lunge's plate-tower, 659 ; advantages 
against other systems, 663 ; mode of 
application, 665 ; practical introduction, 
667 ; Niedenfuhr’s statements, 668 ; 
his own instructions for building Lunge 
towers, 670 ; for working with towers 
alone, 673 ; for application to existing 
systems of chambers, 676 

Other apparatus on the principle of 
plate-towers, 678 ; various systems, 678 
Employment of plate-towers as Gay- 
Lussac’s, 793 ; combination with coke- 
tower, 793 

Platinum, action of sulphuric acid on it, 
320 

Platinum dome for cast-iron pans, 1165 
Platinum vessels for concentration up to 
144*' Tw., 1105 ; for producing rectified 
oil of vitriol, 1108, 1129; system of 
Prentice, 1130; of Delplace, 1130, 
1134; ofDesmoutis, 1035, 1139; longi- 
tudinal stills, 1136; way of firing 
platinum stills, 1140; Liegel's gas- 
producers, 1140; «fatinum dishes with 
lead hoods (Faure and KesJer's 33iftera), 
1 1 41; other '^otms,* 1149; loss of 
platinum, 1150; prices of pLainum 
stilus, 1152; gold-lined platinum stills 
(Heraeus’ system), 1153; crusts form- 
ing in pktinum®stills, 1156; explosion, 

1157 

^atinum, use as contact-substance, 1278, 

1280, 1282, 1287, 1288, 1303, 1326 
{see Catalytic reactions and contact- 


iyocesses),*l428 ; its recovery from spent 
contact-masses, 143a 
Plugs in lead-chambers, 701 
Plumbers’ machii e, 597 
Poi^ns for cqptact-processes, see Contact 
poisons • 

Poker for pyrites-burners, 449 
Polonium as contact-agent, 1437 
Poor sulph^ir ores, treaAnent, 512 
Porcelain dishes for concentrating sulphuric 
acid, 1120; beakers, ii2i 
Potassium permanganate for titrating 
nitrous acid, 387 

Potting the nitre, see Nitre-ovens and lead- 
chambers 

Pressure-gauges for vitriol-chambers, 701, 
767, 777 

Pug-milll for pyrites-smalls, 462 
Pulsomcter for nitric acid, 259 ; for 
sulphuric acid, 81 1 ; T-aurent’s pulso- 
racter, 822 ; Kestner’s, 826 ; others, 828 
Pumpin^:;^ nitric acid, 259 ; sulphuric acid, 

813 

Purification of sulr^iuric acid, 103^; various 
processes, 1040 ; rem( val of mUd, IO41 ; 
arsenic, 1041 {see this) ; of nitrogen 
compounds, 1067 {see those) ; of 
selenium, 1070 ; by electrolysis, 1073 ; 
by other methods, 1074, 1573 I coloured 
acid, 1074 ; preparation of chemically 
pule sulphuric acid, 1075, 1573 ; by 
chemical means, 1075 ; by distillation, 
1075 ; by other means, 1078 
Purification of acid made by contact- 
prqpesses, 1439 ^ 

Purple ore, 1499 ^ • • 

Pyrites, manufacture of silphur^rAn it, 38 
Piopferties of iron-pyrites, of ■ 

^ marciftjte, 59; of, magnetic pyrites, 59V 
of copper-pyrites, 60 ; calorific Jk'^lue of 
pyrites, (^0 * • 

First application fcl the manufacture 
of sulphuric aciU, 60 ; iiUrodi^tion of 
^ cupriferous iron- pyrites, 63* 

Prificip^l source#, 64, 15417 > Great 
*Dritain, 64 ; Cleveland pyrites, 64 ; in 
lleland, 64 ; JiVales, 65 ; coal-brassel, 
65 ; statistics fo« the United Kingdom, 

• 6^; pyrites in Germany, 66, ^547; 
Aiislria-Uungary, 69 ; Switzerland, 
^ Poland, •Belgium, 70 ; Frajjfe, 71 ; Ital}', 



1592 


INDEX fOF SUBJECTS 


74 ; Sweden, Norway, 75. 1547 ; 

77 • Spain and Portugal, 77 ; United 
States, 82, 1547 ; Canada, Newfound- 
land, Australia, Borneo, 85; worlds 
production and consumpl|ion, 85, 1^47 *. 
priceV 85; carriage, 89; proportional 
value of poor and rich pyrites, 89 

Analysis of pyrites, 89 ; decomposition 
by the wet way. 90; precipitation by 
barium chloride, 92 I methods, 94, 
1548 ; Lunge’s method, 95 ; other 
methods, 97 *, titrating the sulphuric 
acid, 98 ; estimation of available sulphur, 
100, 1548 ; method of Zulkowsky, loi ; 
other methods, 102 ; expeditious assays 
of pyrites, 102 ; testing burnt-ore, 103 ; 
methods of Pelouze and Kolb, 103 ; of 
Watson, 104 ; magnetic pyrLes and 
marcasite, 105; estimation of other 
constituents of pyrites, 105 ; of arsenic, 

106, 1548 , r 1 U 

Use for the production of sulphur 
dioxide, 415; breaking it by hand, 
415 ; mechanically, 41^ 

Composition of gases Srom burning 
pyrites, 559 ; comparison with bni^pne 
as material for sulphuric-acid-makinfT 500 
Storing it, 1228 

Pyrites-burners for lumps, 420 ; burning 
pyrites in heaps, 420 ; Freiberg kilns, 
421 ; Okcr kilns, 422 ; burners fc.ith 
grates and, ash-pits, 424 ; English 
burners, 425 ; gas-flues, 428 ; grate-bars, 
429; discharging the burnt-ore, 431 ; 
ash-pit. 431 ; tilting-box, 431 ; jpre- 
, ventmg the blowing-out of gas, 433 ; 
Rhem«.ii^.buri;tr8,434 1 doors of burners, 

. 430,^,brickwork, 436; size oMmrners, 
e.436; rate of burning^ 437 ' • 

Arrtrigicg burners in sets, 438 ; acid- 
pans on burnas', 439 ; nitre^ovens for 
“potting” codiected witii pyrites- 

bumerg, 44 °' ' ' , 

Spedal shapes ot burners, 440; lorf 
explosive pyrites, 4 + 1 ; for coppes-matte, 

44 ^ i 

» Working of lump-^burners, 44'-' ; 

starting them, 442 i qontinuation, 443 ; 

' precautions to be observed, 4 V 3 » 

■ sup^y of air, 443 ; sulphur left in burnt- 
ore, 444 ; enploying the ore ift unifpnn 


size, 4451 sign* for regular burning, 
445 ; testing the cinders, 445 *, state <A 
sulphur in these, 446; analyses of 
cinders, 446 jv. 

Regulating the supply of air, 44 ® i 
slags or . scars, 449 ; poker, 449 » 
recognising insufficiency of draught, 
450 ; regulation before or behind the 
grate, 451 ; practical rules, 452 i testing 
for it, 453 ; cooling, 454 ; offset of 
dampness of ore, 455 » quantity 

charged, 456 . . u 

Burning brimstone together with 

pyrites, 456 

Burning pyrites-smalls, sge this 
Place for them in the arrangement of 


chamber-plant, 1228 

Pyrites-cinders, testing for sulphur, 103 . 

445 ; sulphur in them, 446 ; 

analyses, 446 1 cinders from cupreous 
pyrites, 448; employment for the 
extraction of copper, 1470 ; for ^bc 
manufacture of iron, 1459 . ^577 com- 
position, 1473 ; working them up, see 

Copper-extraction 

Pyrites-kiln gases, purification or spcqal 
preparation for the manufacture of SOr, 
1421 ; removal of the arsenic, 1422 

Pyrites-smalls, quantity produced in 
breaking the ore, 457 ; burning together 
with the lumps, 457 ; making into balls, 
458 ; burning them without making into 
balls, 459 ; by external heat in coal-fired 
furnaces, 460; by the heat oflump- 
burners, 461 ; without external heat by 
pugging them, 462 ; by the Gerstenhttfer 
furnace, 463; t***®?' 

burner), 465 ; Schaffner’s burner (Auaig 
burner), 468; Benker’s burner, 409; 
working the shelf-burners, 469; com- 
bination with lum, burners, 473 ; other 
shelCbSmers, 4731 mechanical dust- 
hurners, 474; ^MafPCu^U's burnw, 
474 ; improvements on this, 477 1 ow^ 
mechanicai dust-burners, 478; burner 
of H. Frasch, 480 ; of Herreshoff, ,48|l 1 
of Spence,' 488 ; of Kaufihwnn, 4^4 
of Wedge, 495 ; of O’Brien, 497 ; f 

burners, 498, 1564 

ryriUc smelting of copper-ores^ treuttrtW,, 
of gases, 5J3 
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Pyrotulphates for the manufacture of 
fuming O.V., 1268, 1269, 1270 
Pyrosulphuric acid, 2J9; salts, 280, cf\ 
Nordhausen oil ^ vitriol 
Pyrrhotite, 59, 109 

Quartz-packing for Glover towers, 871 ; 
fused quartz for concentrating pans, etc., 
1123, see Vitreosil 

Rabbet-joint of* lead sheets, '596 

Radiateur (Kessler's), 1195 

Radium preparations as contact-agents, 

1437 

Reaction wheels, 877 
Receivers for nitric-acid condensation, 162 
Recovery of nitrogen compounds this) 
Rectified oil of vitriol, 1 107 ; material for 
concentrating up to this point, 1107 ; 
older systems, 1 108 ; old glass retorts, 
1108; introduction of platinum, 1 108: 
present state, 1109; modern systems of 
glass retorts, 1 1 1 1 {see this) ; concentra- 
tion in porcelain dishes or beakers, 1120 
{see this) ; in fused silica (quartz, 
vitreosil), 1123; beaker-apparatus (cas- 
cades), 1124.; Guttmann towers, 1128; 

* platinum stills, 1130 (iy/* these); in 
platinum dishes with lead hoods (Faure 
and Kessler’s system), 1 141 ; condensation 
of vapourr, 1141 ; cooling the concen- 
trated acid, 1145 ; improvements, 1147 ; 
results, 1147 ; other forms of platinum 
stills, 1149; loss of platinum, 1150; 
gold-lined platinum stills, 1151; crusts, 
1156 ; explosion, 1157 
Concentration in cast-iron vessels, 
1158 ; combination with platinum dome, 
1165 ; plan of Herreshoff, 1166 ; of the 
Clayton Aniline Co., 1168; of I^ell, 
1169; various pljfcis, 1172 ; ^Benker’s 
system, 1176 ; conwntration in wtought- 
iron, 1179 ; itdbv^ry from acid-tar, Ii79 
(see Waste-acids) ; cast-iron protected by 
enamel or otherwise, 1186; tantalum 
pans, 1188 

(^ncentration* by hot gases, 1188; 
process of Kessler, 1191, II 95 » 

; results, 1199; of Zanner, 1200; of 
Quinan, 1.203 I of Gaillard, 1203 
Recuperator (Kessler’s), II93» II 94 • 


{fraction of nitrate of soda, 130, X31 
Regulator in the Tentelew contactproccss, 
1362, 1371 

Rhenania furnace, 504, 506 
Roasting p^iles, see Pyrites-burn^ 

Sally nixon, 195 

Sampling the acid in lead-chambers, 700 
Saturex, Pigs • 

Scarring of pyrites-burners, 449, 454 
Sea-transport of sulphuric acid, 1225 
Sectorator, 418 

Selenium, detection and estimation in 
commercial sulphur, 55 ; in sulphuric 
acid, 369, 376 ; presence in flue-dust 
from the burners, 544, 555 ; damage 
done by it, 556, 1040, 1070; removal 
from the acid, 1049, 1070 ; from Glover- 
tower acid, 1070 ; analytical methods, 
1072 ; recovery from fluc-dustor chamber- 
deposits, 1467 ; application, 1470, 1577 
“ Semper idem ” apparatus, 810 
Sheet-board, 601 

Shelf-burners^46^ ; working thjm, 469 
Sights in chambers, 701, 928 
Silica as catalyser for the formation of 
sulphur trioxide, 1282 
Silica for concentrating vessels, 1123, see 
Vitreosil 

Siloxide, 1 123, 1574 

Silvir, extraction from burnt pyrites, 1517 ; 
Claudel’s pi ocess, 1517 ; cither processes, 

1519 

Siphons for drawing off the acid from lead- 
clfimbers, 694 ; from carboys, 69J 
Slags in pyrites-burners, • 

Sleepers for acid-chambeil, 589* 
Sludge-acid, see Waste acids < 

% Smoke^ases, 524, 4568 ^ 

Sodium sulphate obtained ai? bg-product 
ill supplj^ing the chafers with nitrous 
gases, 72 f ; from the ^traction of copper 
from*pyrites-cinciers, 1521 • 

Soldering the rhambtr-lead, 

Specific? gre cities, r^^Hydromtters 
Specific heats of sulphuric acid, 3 H 
Spent oxide from gas-works, $ 6 , IJ 7 ) 155 ^ 
Spent oxide of gas-works, sulphur from, 
• 3 ? (se( Gaj-oxide), 1 568 0 

Spongy iron, preparation, 1506 
,Spr^ apparatus for introducing nitric acid 
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into the chambers, 71$ '» for water, 72? ; 
Benker’s platinum-jet apparatus, 732 ; 
KOrting’o spray-ptoducer, 732; other 
producers, 734 > t 57 i 
Standard acid for titration, 3S'6 
Statistics on sulphuric acid, I 53 t J fo*^ 
Great Britain, IS 3 I *, Germany, 1532 ; 
France, I 534 *, Austria, I 53 ^ j other 
countries, 1536; ^United States, 1538; 
Japan, 1540; the whole world, 1541 
Steam for the vitriol-chambers, 722 *, 
boilers for generating it, 722 ; reducing- 
valves, 723 ; exhaust steam, 723, 1571 
conveyance to chambers, 723 » quantity 
required, 727 *, use for denitrating the 
nitrous vitriol, 846 ; rules for supply 
to chaml>ers, 916; injurious ejects of 
excess, 923 ; of deficiency, 924 
Steam-boilers, place for them, 1229 
Steam-columns for denitration, 849 
Steam-injectors for chambers, 743 
Steam-gauges for chambers, registering, 

723, 725 

Steam-jets ^or chambers, 725 f ^ 
Steam-pans for concentrating sulphuric 
acid, 1098 

Steam-pipes for chambers, 724 
Steam-regulators, automatic, 725 
Stone-breaking by hand, 415 I mechanical 
breakers, 416 . f 

Straps for lead-chambers, 602 ; side-straps, 
602, 1570 ; ^perforated straps, 605 ; for 
the chamber-top, 607 

Sulphides, metallic, use in the manufacture 
of sulphuric acid, 112, 1552, 1567 *, 
'sulphides of»^plcium or barium for 
taking tH^^SOa out of acid-smoHe, 528 
Sulphite paper pulp, 53 t» 2568 ^ ^ 

Sulphonjc acids, formation from su’phuric < 
acid, 3^7 „ * 

Sulphur, 12 ; former employmeijts, 12 ; use 
for the manufaeftfre of sulphuric acid, 12 ; 
properfies,^ 13, IS43; modifications^ 

(allotropic conditions), 144 1543 ^ amor- 
phous, 15 f solubility, 15 ; puysiologicai’ 
^ction, 16 ; combination with oxyggi, 
x6 ; with hydrogen, 17 

Commercial descrifuions, 17 ; qon-^ 
tamiiation with sulpluirousi a^id, 17 
Natural occurrence, ; recqni forma- 
yon# 18 ; ocfurrence in Sicily, 1 8, 1^3 } 


Northern Italy, 22 ; United Kingdom, 

22 ; Andalusia, 22 ; Germany, 22, 1543 ; 
Austria, 23 ; Greece, 23 ; Russia, 23 *, 
various countries, 24^; Japan, 24, 1544 » 
New Zealand, 25, 1544 *, United States, 

25, 15444 British Columbia, 27 *, 

Mexico, 27 ; other American countries, 

28, 1544*; world’s production of sulphur, 

^545 . , , ^ 

Manufacture of commercial sulphur 
from native crude brimstone, 29; Gill 
kilns, 29 ; various new apparatus, 30 ; 
the Frasch process, 30, 1545 ; other recent 
processes for the extraction of sulphur 
from raw ores, 34 ; sulphur manufactured 
from various materials, 36 ; from spent 
oxide of gas-v\orks, 36; from pyrites, 

38, 1545 ; from sulphur dioxide, 41 , 1545 » 
from sulphuretted hydrogen, 43, 1545 ; 
from sulphides, 45 ; from sulphates, 4$ 

Reducing it to fine powd?^ by grind- 
ing, 46, 1 54C ; estimation of the degree of 
fineness, 47 j sulphurimeter. Chancel s, 

47 i 1546 

Refining, 48 ; roll and block sulphur, 

48 ; flowers of sulphur, 48 ; sulphur in 
special forms, colloidal, etc., 50, 1547 

Technical analysis, 5 1 j direct estima- 
tion by dissolving in carbon bisulphide, 

51 ; other methods, 52 ; estimation of im- 
purities, bituminous substances, 53 i ^547 1 
aisenic, 53 ; selenium, 55 ; analysis of 
refined sulphur and flowers of sulphur, 

Manufacture of sulphur dioxide from 
native sulphur (brimstone), 39 I» 
Sulphur dioxide 

Sulphur left in burnt pyrites, 444; 
testing for it, 104, 445 

Burning brimstone together with 
pyrites^ 456 

Cblnptirison oj; brimstone and pyrites 
as material fori sulphuric-acid-making, 
560 

• Sulphur, recovery from alkali waste, 3 

Sulphur, refirved, analysis of,. 56 ^ 

Siili)hur dioxide, manufacture of sulp^#, 
from it, 41 ; properties in the ga^f, 
state, 263 ; in the liquid state, 264 ; ' 

Production, 265 ; reducing proper^ 

• : behaviour towards yrater, 
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spednc gravities of aqueous solutions, Sulphuric acid, 285 


267; salts, ‘268; injurious action on 
animal and vegetabjp organisms, 26^ 
Detection a«d estimation, 273 ; 
qualitative reactions, 273 ; quantitative 
’ estimation, 274, 1560 
Applications, 276 

Behaviour against nitrogen oxides 
(see this) 

Sulphur dioxide, /tgutd, preparation in 
former times, *531 ; by various modern 
processes, 532i 1568 ; by the process of 
Schroeder and Haenisch (Grillo), 534 ; 
cylinders, etc,, for sending it out, 539, 
1569 ; applications, 540, 1569 
Manufacture from brimstone, 391 ; 
oldest style, 391 ; improved burners, 

394 ; continuous style, 400, 1563 ; residue 
from brimstone burners, 414 ; cooling 
the gas, 414 

Fror%pyrites, 41 5 (w this) 

P'rom blende and other sulphides, 501, 
see Zinc-blende, etc. 

From spent oxide of gas-works, 515 ; 
from sulphuretted hydrogen, 517 ; from 
acid-smoke, 520 (see this) ; by various 
methods, 530 

Percentage in burner-gases (see this) ; 
quantitative estimation in turner-gases, 
571 ; Reich’s method, 571 ; inaccuracies 
of this, 576 

Sulphur sesquioxide, 263 
Sulphur trioxide, 277 ; modifications, 277, 
1560 ; properties, 278, 1561 ; preparation, 

279 

Sulphur trioxide, presence in burner-gases, 
563 ; experiments on its formation, $64 ; 
found in actual practice, 565 ; from 
blende roasting, 567 ; influence on the* 
testing of gases, 567 ; increasing its 
proportion, 567 ,#vade from l^'-products, 

1440 ^ • * 

(See Nordhaiften turning acid) ^ 

Sulphuretted hydrogen, mapufacture of 
sulphur from it, 43, 12 1 ; from ths 
manufacture of sulphatg of ammonia, 

1 21 ; from producer-gas. 121 ; burners 
for it, 517 ; use for taking SO2 out of 
acid-gases, 528 ; use for removing 
arsenic, 1054 > generation, io5S> 1064, 
1065, 1066 


Natural occurrence, 285 ; properties of 
pure “ monohydrated ” sulphuric acid, 
286 ; vapour 287 ; formation, 287 
• HydratA, 288 ; ordinary cop#entrated 
oil of vitriol, 289; distilled sulphuric 
acid, 289 ; critical concentration, 290 ; 
Knietzsch’s curves of the properties of 
sulphuric acid of various concentrations, . 
290 ; dissociation of the monohydrate 
into SO;( and aqueous acid, 292 ; 
ordinary rectified oil of vitriol, 292 ; 
hydrometers, 292 ; comparison of reduc- 
tion tables for these, 295 ; table of 
percentage of sulphuric acid accord- 
ing to specific gravities, by Lunge 
and^his collaborators, 296 ; other work 
on this subject, 302 ; correction for 
deviations of temperature, 303, 1561 ; 
influence of impurities on the den- 
sity of aqueous sulphuric acid, 303 ; 
of sulphurous acid, 304 ; of nitrogen 
oxides, ; of arsenic, 305 ; of lead 
sulphate, # 30S ; hydrometdl-s for the 
highest degree of concentration, 306 ; 
obtaining acid of any desired strength by 
mixing O.V. with water, 307 
Freezing- and melting-points, 307 ; 
behaviour on boiling, 309 ; boiling- 
Doinls, 309 ; tension of aqueous vapour 
m acid of various strength, 31 1 ; specific 
heats, 314 ; refraction, 3^5 

Chemical behaviour, 315 ; rise of 
temperature on mixing with water, 315 ; 
ftygroscopicity of sulphuric aaid, 316 ; 
employment of for jirying gpses, 316 ; 

form|tion of sulphonic acid^ 317^ 
y(|fompositions, 3 * 7 ! diftocia^ion, 
3151; by strong heat, 318 : chfmical af- 
finities, 318, 1 561 ; c^bination with bases, 
318 ; lijjhaviour of sulphates, 319 ; action 
of sulphuric |icid Ir metals, 319 ; on 
plaftnum, 320, ^6l ; on^caslWron, 320; 
action of i»onohydrated sulphuric acid on 
• various^ metals, ^^2 1 ; on fast-iron, mild 
A steel and puddled iron, 322 ; on wrought- 
^iron, 323; ^n lead, 324; influence of 
^ismuth, 329 r of fluorides, 329 ; of zinc, 
etc., 330* 

Beljaviour of sulphurous and sulphuric 
mcid towards^the oxides nitrogen, g30 ; 
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older researches, 33 ^ j researches til ^ 
Lunge, 330 

Behaviour of nitrous oxide, 331 ; 01 
nitric oxide, 33 i ; of nitrous. acid, 332 ; 
chamh«r-crystals, 334 I ftesearches ^ of 
Lungei 336; behaviour -of nitrogen 
peroxide, 339 , 34 l *, of nitric acid, 341 
(c/. Nitroso-sulphuric acid) , 

Analysis, 351 ; qualitative recognition, 
351 5 quantitative estimation, 353 » 
volumetrical, 353 ! indicators, 353 *, 
litmus, 353; phenolphthalein, 353 ; 
titration of free acid, 355, 15 ^ 1 ; detection 
and estimation of impurities, 368 ; 
arsenic, 368 ; other impurities, 373 ; 
nitrogen oxides, 374, ’, selenium, 376; 

quantitative estimation of impurities, 
377 ; of sulphurous acid, 377 ; of 
nitrogen acids, 377 I nitrometer, 380 ; 
by potassium permanganate, 387 ; other 
processes, 389, ^5^^ 

Purification, 1039, 1439 
Sulphuric acid manufacture, connection 
with the 'alkali manufactuv, naanu- 
facture for other purposes, 2 ; connection 
with the industry of copper, 2 ; wit^the 
industry of sulphates, 3 ; for the produc- 
tion of hydrochloric acid, etc., 3 

Historical, 5 ; introduction of lead 
chambers, 6; in various places in 
England and Scotland, 7 ; in France, 
8; in Germany, 8; various stages of 
progress, 9 ; general principles, 9 ; pro- 
duction by combustion of sulphur, 10 ; 
by cosvtact substances, 10 * 

' Raw' materials for, 12 ; yields, 1237, 

1 24(^1 cahUe 01 the losses, 1244 ; costs 
" of manufacture, 1245 # , 

Sulphuric acid manufacture, varioun pro- 
cesses Tfor,''i442^; , dispensing with nitre, 

1442; by electricity, i445 ;,^om sul- 
phates, 1268, 447; from nitr^ake, 
1448; 'from calciuip. sulphate, 1449; 
calcining pyrites with salt# 1453 

By-prodi/cts of, V 54 i Cinders,, 
iron, zinc, copper f‘ 

Sulphuric acid, fuming, //9 Nori- 
hausen fuming oil of ^^triol) ; analyys, 
.358 taking sample, 358 ' calculation 
of results of titration, 363; p,reparing 
a^d of any gll^en strength, 363 ’» influeice 
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of sulphurous acid in titration, 365 ; 
method of Setlik, 363 ; of ; 

commercial descf*ptions of Nordhausen 
acid, 368 ^ 

Manufacture, see Nordhausen O.V. 
Sulphuric acid, monohydrated, 1214, 1575* 
manufacture by freezing out, 1 2 14 
Sulphuric acid works, general arrangement, 
1227 ; plans for the old style, with 
chambers alone, 1230; cost of such 
plant, 1232 ; plans for a combination of 
chambers and towers, 1233 ; cost of 
chamber-plant in France, 1235 
Sulphuric anhydride, see Sulphur trioxide 
Sulphurous acid, influence on the density 
of aqueous sulphuric acid, 304 ; on the 
titration of sulphuric acid, 365 

Tambours, 711 
Tangential chambers, 622 
Tank-wagons for sulphuric acidc; 1222 
Tantalum as contact agent, 1436 
Tantalum vessels for acids and electrodes, 
1188 

Tantiron, 1129 

Tell-tales for vitriol-chambers, 698 
Temperature of vitriol-chambers, 936 ; 
observations by Lunge and Naef, 94® » 
by Eschellmann, 944 ; influence of 
nitre, 945 ; of Sorel, 946 ; cooling the 
chambers, 947 ; experiments of Sorel, 
1006 

Thallium, recovery from flue-dust, 1464 
Theory of the lead-chamber process, 987, 
see Chamber-process 

Thermometers for vitriol-chambers, 700, 

936 . , 

Tilting-box for pyrites-cinders, 431 
f Timber for chamber-frames, 59^ » protec- 
tion by paints, 5j^i ; against insects, 

To^wersSor mixing ^nd coaling the gases of 
the vitriol-chambers, ^$6 ; older systems* 
656; plutfs-towers, 657 (^see these) j tsse 
« for entirely replacing the lead-chambers, 
683, 1571 ; ffor concentrating iulphtti^ 
acid, 1203; arrangement and plans 
a combination of chambers and ■ 

' 1233 

Tropaeolins, 355 

• TwaddeU’s hydrometer, 292, *94 
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Ultra-violet light-rays for the manufac- 
ture of sulphuric anhydride, 1275 

Vacuum process %r manufacturing nitric 
add, 161, 173, 177 

Vacuum retorts for the concentration of 
sulphuric acid, 1209 

Valentiner process for the manufacture of 
nitric acid, 173, 176, 177, 178 
Vanadic acid as contact agent, 1436 
Vapour tensions of sulphuric acid, 31 1, 312, 

313 

Velocity of contact reactions, 1380 
Velocity of gas currents, measurement of, 

778 

Venetian red, 1263 

Vitreosil, 1123, 1128, 1147, 1200, 1572, 

1573 

Vitriol-tar, titration, 355 
Volvic lava, 831, 860, for constructing 
Glovei*towers, 879, 881 

Waste acids from the manufacture of nitro- 
benzene, etc., utilisation, 197, 305, 903 ; 
treatment, 1075, 1179; concentration in 
vacuum retorts, 1212 ; use for making 
Nordhausen acid, 1267, 1440 
Water, supply to chambers, see Steam and 
spray-apparatus 

Water-battery, Guttmann’s, for condensing 
nitric acid, 170, 176 


^^ood-pulp, purifying burner-gases for its 
manufacture, 5S4; composition of gases 
for this, 560, 563, 563 
Worms of ston* ware for condensing nitric 
•rid, 163 ;®for refining or ble^hing it, 
168 ^ 

Woulfe’s bottles for condensing nitric add, 
162 ; fur the recovery of nitrogen oxides, 
797 • 

Yield of sulphuric acid from brimstone, 
1240 ; from pyrites, 1240 

Zeiodelite, 584 . 

Zinc, recovery from pyrites-cinders, 1460 
Zinc-blende, 109 ; former way of roasting 
it, 109 ; occurrence, 109 ; analysis, lio ; 
removal of fluorides, III ; statistics. III ; 
analytical methods. III; for roasted 
blende, in 

Zinc-blende, burners for, 501 ; Hasenclever 
furnace, 502 ; Liebig’s Rhenania furnace, 
504, 1 564 other furnaces, 507 ; mechani- 
cal furiiac|s, Various, 508, 1)64; rules for 
roasting blende and similar poor ores, 
and for t^’eating the cinders, 31 1 ; treat- 
ment of complex ores, 512, 1566 

Composition of the gas from blende- 
furnaces, 562 ; action of the mercury in 
blende on the chamber-lead, 593 
Zilc carbonate or oxide for retaining acids 
from smoke, 327 1 
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Fitld, 1575 • 

Fikentscher,,7i3 
Filhol and Lacassin, 1043 
Finch, 361, 390, 1189 
Finch arfU WilloughHjr, 473, 684 
Firman and Cocksedge, 699 
Fischer, F., 214, .271, 566, 567,1345 
Fischer and Braehmer, 209 
Fischer and Delmarccl, 1447 
Fischer and Hene, 1557 
Fischer and Marx, 210 
Fischer and Steinbach, 1560 
Fish, 397 

Fisheif Hall, and Moore, 1173 
Flanagan, 1187 
Fleck, 1452 
Fleischer, 41, 1182 
Flcitmann, 527 
Fleming, 31;, 420 . 

Fletcher, i^.^67, 768, 761^ 770, 774 . 
775 

Foelsch & Co., 13 1 
Foerster, 214 • 

Foerster and Blich, 184, 210 

Foerster and Koch, 184, 1034, 1558 

Fohr, 323 

Fditenille, 1189 

Ford, 532 

Forster, 1208 

Fortier, 1563 

Fcttmann, 563, 564 

Fouche-Lepelletier, 684 » 

Fowler and Medb>, 15^ 

Franck^ 1159 
Frant, 18, 19, I2ji3 
Frank and Caro, 257 

Fiaiik a||d the Siem^ifi; and Ilalske Co., 
'* 33 , 1555 
Franllfe, 176 
Frankla?i(J, J14, 379 

Frasdi, i‘i, 30, 32 , 33 ,«I 90 , 480, 482, 

1422, 1433,1539,1545.1566 
wederich, l88b 
Aeland and Rtnwick, 514 
^ibeig fvtory, 849, 852, 939 , 104 *. 

1043^1044, loss, 1060, 1065, 1327, 1410, 
<411 
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Fr^my, 337, 339, 844, 879 
Fr^pont, 826 

Fresenius, 67, 94, 97, 108, 378 
Fresenius and Beck, 48, 1546 
Freytag, 269, 520, 523 
Fricke, 2^1 
Friderich, 1554 

Friedland and Ljubobarski, 1 182 
Friedliinder, 1446 < * 

Friedrich, 16, 1175 

Friedrichsfeld Ceramic Works, 792, 828 
Friese, 528 
Fritzsche, 1546 

Fr()hling, Fleming, and Whitlock, 41 

Fromont, 626, 654 

Fryer, 776 

Fuchs, 52 

Furbtenau, 358 

Gaillard, 735, 1203, 1206, 1207 
Galletly, 1188 
Garneri, 1218 

Garroway, 199, 200, 530, 903, 1274* 

1447 • e r 

Gaultier de Claubry, 334 
Gaunt, Thomas, and Bloxam, 363 
Gay-Lussac Qee also Gay-Lussac tow<ir iir 
subject index), 9, 781, 782, 845, 846, 
84'/, 858 

Gayer and Witter, 552 
Gazel, 1199, 1571 
Geber, 5 , 

Gellen, 1176 

Gelsenkirchen, cf. Salpetersaure-Industrie- 
gesellschaft t 

Getveral tiemidal Co., 482, 552, 1274, 

1418, I 4 'igk.,i 445 

General* F 4 .ectric Co., 252 * 

Geofg-Marien HUttenver^ui, 1457 * * 
Qerlach, 3^, 2^5 

Gerstenhbfer, 463, .^0^, 908, 1156 ^ , 

Gerster, 364 ^ ' 

Gibb, 1474*1494, 1*501, 1562, 1514, r:i 7 
Gibb and Gelsthorpe, 14^4, 1519, ^521 
Gibbon, 544 < • 

Gibbs, 264 

Gillferi, 130 « 

Gilchrist, SSG 1539 « 

Giles, Roberts, and Boakc, 196 ^ 

Giles and' Shearer, 267 
Gill, 29 


Gintl, 368, 1069 
Girard and Morin, 71 
Girod, 1569, 1573, 1575 
Gladdihg, 92 t 

Glaser, 98 
Glendinning, 1504 
Glendinning and Edger, 98 
Glock, 199 ' 

Glover, H., 403, 912, 1098, 1149 
Glover, J. (se^ Glover tower in the subject 
index), 324, 853, 854 ' 

Gluschkoff, 28 
Gmehling, 1440 
Gmelin, 997 
Gobel, 163 
Godin, 502, 1081 

Goldenberg, G^romont et Cie., 1430 
Gorboff and Mitkcvitch, 217 
Gossage, 651, 1044, 1106, II88, 1 189, 
1239, 1442, 1472, 1512 
Golhard, 1051 
Gotthelf, 373 
Gottlieb, 95 
Gottstein, 22 

Gouthitre and Ducanccl, 38 
Graef, 127 
Graeger, 102, 1048 
Graffweg, 595 

Graflich von I.andsberg Ch. Fab., 432, 873 
Graham, 289, 309, 682, 1 173 
Gratzel, 1447 

Grau and Russ, 209, 210, 218, 1558 
Gray, 1186 
Green, 1127 

Green and the Huncoat Plastic Co., 875 
Greenaway, 498 

Gridley, II15, 1116, 1117, 1119, 1120, 
1168, 1191 

/jriesljeim-Elektroo, Chemische Fabrik, 
148, 158, 168, 192, 203, 226, 601, 609, 
634, 687, 688, 7i5f^;29, 793i 811, 836, 
865, 8 hAo 4 I> ” 30 » 

Griess, 375, 376 ' 

*Grillo (sifg Aktiengesellschaft fUr 
^industrie), 534, 1327, 1389 
Grimm, 412 
^ Grind ley, 1187 
Grosse-Leege, 620, 1057 
♦Grosvenor, 1576 
Gruener, 14 
Trun^j, 1472 
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CirUnewalcl and Welsch, 501, 1567 
Guldberg and Waage, 1290 
Gtinthcr and Franke, 37 
GUssefeldt, 1242 
Gutscheid, 54 
^Guttmann, 7, 133, 149, 151, 152, 160, 168, 
170, 171, I 77 > 178, 182, 185, 198, 258, 
261, 323» 625, 626, 641, 6>3» <>80, 734» 
736, 792, 826, 853, 870, 876, 880, 1128, 
1240, 1246 
Gutzeit, 372 • 

Guye, 189, 201, 21 1, 222, 845 

Haagn, 1010 
Haas, 1566 
Haas, 508 

Haber, 209, 210, 213, 224, 240, 1034 
Haber and Grinberg, 1303 
Haber and Koenig, 223, 240, 1557 
Haber, Koenig, and Platon, 209 
Hacker and Gilchrist, 678 
Haege, |?i 
de Haen, 1188, 1436 

Haenisch, 538, ia Schroeder and 
Haenisch 
Hagen, 273, 753 
Hager, 53, 1048, 1077 
liahner, 1443 
Hall, 1559 

Hall and Scott, 194, 259 
Hallock, 1437, 1444 
Hallwell, 173, 791 
Hals, 238 
Halsbrticke, 113 
‘Halvorsen, 185, 189, 218 
Hamburger, 272, 952, 996 
Hannay, 686 
Hannetelle, 1149 
Hantzsch, 287 
Hardingham, 501 
Hardwick, 1045 
Hargreaves, 1526 
Hargreaves and ■Robinson, 1526 
Hargreaves, Robinson^ and Hargreaves, 

441 

Haiian and Grenshaw, 434 

^Harpf, 267. 473, <31. S^. 5^7 
Harrison, filair, & Co., 1141 
^lart, 31, 178, 330, 512 ) 532, 59I) 1104 
THart and Bailey, 679 
Hartmann, 591, 646, 653, 657, 686, 689, 


1^0 

690, 69*), 763, 1066, 1x72, 1181, 1307, 

1571 

Hartmann and Bencker, see Bencker and 
Hartmann 
t^rtwich; 

Haselhoff' and Lindau, 273 
Hasenbach,‘l400 

Hascnclevcr, 63, 69, 114, I 30 , 158, 272, 

273. *96, 324, 42i, 433 , 437 ) 497 i 502, 

504, 506, 511, 515, 520, 523, 524, 562, 

563, 593, 621, 628, 640, 647, 688, 691, 

834, 894, 902, 908, 914, 956, 961, 1085, 
1086, 1090, 1098, 1099, 1150, 1152, 
1255, 1256, 1516, 1532, 1533, 1566 
Hascnclever and H el big, 461, 474, 502 
ITassreidter, 112, 51 1 
Hattensaur, 108 
HaucH 1506 
Hauck, 217 
Haupt, 1472 
llaiismann, 355 

Hiiusser, 205, 2I0, 214, 1555, 1556 
Haussermanr, 143 

Hiiussennan^i fHid i^iethamm^i;, 1212 

Havris, 501 

Haworth, 523 

Hayes, 95, 1075 

Heezko, 102 

Hegeler, 498, 508, 1566 

Ilegeler and Heinz, 533, 635, 893, 1422 

H^iner, 373, 1043 

Heidcnreich, 98 

Heine, 552 

HeinricI, 42 

II^z, 680 

Heinz and Chase, 686 
Heinz and Petersen, 83ip 
Helbig,*2i7, 431 
IIellaiig»44 . 

Hemiflgway, 201 



Henderson, 1472, >496 ' 
Henrj arffi. Frisson /is 31 
Ilenzel, 1457 ’ 


Piraeus, 1150^115^) II 53 , Il 54 ) ,^^ 5 ) 

V54 

Hffberti-5 1462 

Bering, I71*, 478, 522, 545 

Ilerreshdff, 482, 487, 493 ,^ 497 , 5 oo, ^16, 
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549, 551. 867 , 902 » ”66, 1^19, 1420. 
1424, 1435* 1566 

HerreshofF and the General Chemical Co., 
555 

Herreshoff, H. Nichols and^G: Nicho|s, 
m66 V 
Herting, 98 
Hess, 623, 625, 642 
Ilessberger, 241 ( * 

Heyden, Chemische Fabrik, 50 
Hey king, Baron, 23 
Hilbert, 1273, 1452 

Hilbert and the Bayribche A. G. Ileufeld, 

1434 

Hill, 60, 516 
Himmelbauer, 50 
Hirsch, 137, 168 

Hjelt, 68, 80, 955. 1042, 1475 * 

Hochstctter, 324 

Hoechst Chemical Co., Meister Lucius and 
Bruning, s^e Farbwerke 
van’t Hoff, loio, loii, 1320 
Hoffmann, 1179, 1543 
Hoffmann ai^d Carlisle, 799 ^^ 

Hofling, 635 

Hofmann, 1279, 1567 . 

Hofmann, A. W., 120, ^,044, 1109, 

Hofmann, 0 ., 329 

Hofmann, P. W., 39 . 468, 667, 9 I 9 , 920, 
1460, 1461 
IlOhnel, 98 
Hohorst, 105 

Holbling and Ditz, 1436, 1437 
H<)lbling and Preiss, 214 
Holborn and Griineisen, 14 
Holden, K025 1 
, Holker, 8 * 

BollowSy^40 

Holvvech, 209, 210, 1034 , ‘ 

Kommel,' 93 l,\ 5 o 4 , 1564. 1565. 1566 
Houzt, 1442 . 

' Howard, 225, 316,^368, 498, 552 , 

1149, I4|i * ‘ h 

Howies, 210 V * 

Hruschau (Chfm. FabriC,) and'Opl, 6 ^ 
Hiibner, 501, 5^2 

Hughes, 1120 f / 

Hulett, Chandler, and others, 1572 / 

Humboldt and Ma-chmenbau-AnstS» 

"Enginltring Co., 418, 493, 448 , 50T, 

512, 513 c ‘ • 


Humphries, 1563 

Hunt, 683, 1054, 1282, 1283, 1472, 1563 
Huntington and Heberlein, 5 i 4 » * 567 ^ 

Hurter,v 7 i 4 , 731 , 7 f 5 » ^38, 85$, S57, 9 I 7 » 
925, 952, 964. 979. 1002, 1003, 1284 

IMRAY, 1554 
Inglis, 953 ‘ 

Initiativkomitec, 214 

International Vacuum Eismaschinen- 
Verein, 1189 

Internationale Wasserstoff A. G., 1459 
Isidore and Bi-^cons, 799 
Iwanow, 1562 

Jacoh, 529, 1291, 1292, 1298 
Jacob , 734 . H 45 
Jackson, 952 
Jacquelin, 289 

Jahn, 1260, 1553 

Jahn and the General Chemical Co., 1553 
Jahne, 505 
Janda, 56 
Jannasch, 102 

Jannasch and Richards, 93, 95 
Jiirvinen, 95 

Javcl, Soc. An. de Prod. Chim., 798 , 935 . 
Jene, 95 
Jensch, 512, 524 

Johnson, 478, 492, 1213, 1445. H46 
Johnson and Hutchinson, 822 
Johnson, Matthcy, & Co., 1129, ”30, ”34 
Johnston and Adams, 98 
Jones, 513, i” 4 i 1543 
Jones and Walsh, 488 
Jones, Morton, & Co., 1559 
Jouve, 376 
Jullion, 1280 
Junckers, 1219 
^junge, 329, 1092, 1102 
Jungfleisch, 18 
Juretzk:^ 5I1 

Jurisch, 67, 69, 335 ' 43 . 3 .' 7 o 8 . TH. *41 
t 857, 980, 1033, 10*34, 1035, 1522, 152^^' 

Just and Ileifie, 271 ,, 

I » 

rKAESMACHER,’l208f * 

'Kaiser, 225, 255,256, 1464 
.Kalbfleiscl-i, 178, 1149 
Karyscheff, 861 
^Kastle and M‘Hargue, 16 
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ICauffmann, 1427 

Kauf&nann, 487, 493, 494, 692 

B^lkufinanB, L., & Co^ 1212 

Kelber and Schi^rz, %i 

K(Jler and Farbenfabriken Bayer, 255 

Keller, 1106 

Kellner, 1463 

Kempf, 254 

Kendall, 1440 

Kenyon and Swindalls, 1453 
Keppeler, loiot 1303, 1320, 1321, 1322 
Kerl, 1043, 1054, 1471 
Kerpely, 1506 

Kessler, 1067, 114*, 1142, Ii 9 ii ii 93 . 
'1195, 1197, 1200, 1206, 1207, 1253, 
1254* 1255 

Kestner, 9, 259, 735 * 756 , 761, 826, 828, 
1174*1197 

Kettler, 204 

Kienlen, 935, 1242, 1469 
Kirkby, 373 
KirkmalP, 196 
Kisling, 305, 377 
Kitsee, 1446 
Klason, 5$ 

Klason and Mellquist, 556 
Klaudy, 214 

Klaudy and Efrem, 1430 
Klencke, 555, 869, 888 
Klippert, 615 
Klute and Ising, 804 
Knab, 869 
Knapp, 1238, 1240 

Knietsch, 281, 283, 284, 285, 290, 308, 3n, 
314, 315* 322, 363, 366, 1276, 1292, 
1294, 1299, 1304* 1306, 1309, 1311* 
1312, 1319* 1324, 1327* 1338, I342f 
1343* 1344* 1418, 1419, 1420 

Knocke, 9”* xo 54 * ” 5 i 
Knorre, 581, 1562 
Knorre and Arndt, ^ 

Knudson, 76 
Koch, 253, 147 »,J 55 :; 

Koenig, 209. 272 • 

Ktthlcr, 46, 1565 
Kohlmuich, 286, 303 
Xllhsel, X451 • 

iColb, lol I 04 i X 34 * 289, 302, 303, 304, 
305, 3P6, 331. 838, 930, 990 

JCOidgihutte Berg-u. Kuttenverwaltung, 
X462 


Kopp, X2^ 

TCbrting Brothers, 408, 733, 733, 736, 744 
Kosmann, 69, 529, X462 
Kothny, 1473, 1496 
Kowalski, 240 
Kowalski and Moscieki, 215 
Krafft, 580’ 

Krauschwitz, Tonwarenfabrik, 17 1, 198 
Krause,«545, 1466 ^ 

, Krauss, 1314, 1 374 
Krell, 595, 1169, 1172, 1209 
Kretz, 775 

Kretzschmar, 1 1 21 
Kroczek, 1559 
Krowatschek, $$2 
Kruyt, 15 
Kuech, 1154 
Kuerii, 1450 
Kuhlemann, 1039, 1042 
Kuhlmann, 598, 640, 684, 844, 854, 855* 
1157, 1209, 1224, 1279, 1469 
Kiihne, 1444 
Kuhrke, 499 
Kunheim o. Gb., 2^3 
Kupflferschlager, 1063 
Kurtz, 1102 

KUster, 1322, 132^ 1326 
Kiister and Franke, 1436 
Kiister and Kremann, 133 
Kiister and Thiel, 97 
l^x, IIOI 

I^noch & Co., and Cocking, 1212 
Kypke, 792 

L4BOIS, 40 
Lagache, 635, 948 
Laing and Cossii , 72^'^ 

Lake,i45l 
Lalhinn4, 41 
Laming, 1280 
L.ampadius, 8 
Landel, 697 ^ 

Land|berg Cheia. Fanr., 528, 1046 
Laney, 1567 • 

Lan^ anii Ctrson. 45 
Langbein, X23 
264, x^5 

fcttge and Gopyr, X299 
T^ii&ghans, 1430 
Lardi^nifanli Susini, 652, 684 
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jisneimd B»k«r, $44 
jaibch EiMDwerli, 499 
^itirentf 822 

JiVal, Soc. an. Metallurgi 4 ue, 42, 49 
Liavathflnd Rand, 210 
Le Blanc,^tf, 3» aio, 1031 
Le Blanc and Krauss, 1426 
Le Blanc and Nuranen, I$S8 
Lecesne, 1556 ^ 

Lee and Beyer, 218 
Le F 6 vre, 6 
Lcgge, 498 
Lehmann, 269 
Lemaitre, X121 
L^mery, 6 
Lemoine, 446 
L^on, 1274 
Lepel, 209, 215, 245 
Leplay, 113 
Le Roy, io 73 i 1561 
Leutpold, 756 
Levinstein, 1124, 1127 
L^vy, 52 

Lewis and E^gar, 138 
Leyendecker, 594, 595 
Leyland and Deacon, 584 
Lichty, 287, 15^ ^ 

Liebe, 1468 

Liebig, 103, a* 9 i 504 . 5 ®?. 578, 579 . 
1300 

Liebig, M., 7 * 1 . 7 I 5 . 874 i “ 73 . I 439 ( 

Liegel, 1140 « ^ co 

Liehme and thd GrasselU Chem. Co., 682 

Limb, 224 
Linder, 44 
Lin^ermawi, 57^ ^ 

Lippmannj 5,., * 

Littmadiiw 1030, 1070, 1071, 1072,, 1141, 
1470 

l^ungh, f 439 ffci 570 

Loew, 1009, X 3 X 3 . 8^29 

Loewe, 1069 

Lombard, J19 

Longmaid, X 4>3 

Loring JackiO|i and Wieg, X3I 

Lovett, 986 

Lo^i X556 I 

LOwy and Klagabrunn, I 2 p 7 
Lttcaa, 1334 
Ltftk, 3 ji! 

I^netgens, 50X 


Lnnge, 5X1 93 . 95 . 97 . * 03 , 104.^^ ' 

108, X20, 121, 133, 137. 164. » 7 J» 375, 
276, 289, 303. 307. 309. 330, 331 , , 330 . 
331. 333, 333. 33 ^. 3^1 339 » 34 ^ 344 i 
345 . 350. 354 . 358, 365. 374 . 37 Si 376 . 
377 , 379 . 380, 383, 385, 389, 390. 397 .t 
437 , 473 , 49 *. 497 , 549 . S^S. $ 67 . 576, 
579, 591,^593, 594, 623, 628, 632, 636, 
638, 647, 656, 657, 659, 665, 666, 667, 
672, 676, 678, 680, 7x4, 715, 7 * 3 , 737 , 
738, 746, 754 , 756, 757 f 791, 793 . «X 4 , 
833, 834, 836, 839, 852, 854, 855, 8$6, 
871, 878, 882, 891, 89a, 894, 897, 899, 
918, 920, 937 , 948, 95 X, 953 , 960, 979 , 
980, 984, 986, 994 , 995 , 996, 997 . 999 . 
1008, 1009, 1010, 1013, 10X6, 1017, 
1020, 1022, 1024, 1029, 1030, 1034, 
1036, 1047, 1066, 1070, 1081, 1085, 

1097, 1098, 1160, 1191, 1*14, 1 * 4 x 1 

1242, 1287, 1298, 1300, 1326, 1330, 

1332, X 343 , 1349, X 35 *, X 374 , I 375 , 

1432, 1468, 1473, 1562, 1566, Il70 
Lunge and Abenius, 1069 
Lunge and Banziger, 80, 545 
Lunge and Befl, 183, X024, 1030, 1031, 
1032, 1033, X035, 1038, 1558 

Lunge and Isler, 296, 302 
Lunge and Keane, 1560, 1567 
Lunge and Lyle, 200 
Lunge and Marchlewski, 1 37 
Lunge and Naef, 286, 289, 296, 302, 3d6, 
580, 633, 838, 940. 949 , 95 *, 960, 96*, 
963, 965, 966, 967. 968, 994 , 996, xooo, 
1007, 1008 

Lunge and Pollitt, 13XX, 13x5, X 3 X 7 , X 3 * 6 , 
1402, 1407, 1408 

Lunge and Reinhardt, X317, X318, I 3 * 3 i 
1436 

Lunge and Rey, X34, X 37 , 35 ^ 

♦lounge and Rohrmann, 659, 871, 87a 
Lunge and Salath^, j|g4 
Lunge ipdaSchmid, 3 * 5 , X 09 a 
Lunge and Stierlin, <>7 , • 

Lunge and Weintraftb, 345 
LUttgen, 626^' 873, 874, XI99, laoo, X304 
Lttty, 669, 758, 76a, 763, 793 , 869, 8743 
. 881, XII 5 , x «34 , 0 I 

LUty and Niedcnfahr, 64a, 643, n8a 
Lyman, 4x1 
Lymn, 1573 
_^Lyte, S*6, 5 * 7 , X 047 
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MacCuIloch, 71, 461, 854, 905 
MacDowgall, 474, 476, 477, 478, 508, 516, 
1088, 1x89, 1566 

MadDougall and Howies, 2iOf 215 
MacDougall and Rawson, 683 
Macfarlane, X443 
MacFetridge, W73, X425 
MachaUki, 24 
Machattie, 126 
M‘Ivor, 35 

M'Kechnie and Gentles, 1062 
Mackenzie, 478, 875, 1063, 1133, 1x27, 

X174, 1573, 1575 

Mactear, 7, 8, 324, 474, 649, 819, 952, 956, 
9 S 7 , 958, 959 , 967, 968, 97a, 973 , 1003 
Maetz, 418 
Magnu^X278, 1280 
Main, ^evenston, and M'Donald, 201 
Majert, 1294, 1430 
Majert and Messel, 1273 
Makowetzky, 209 

Malto, 465, 469, 470, 472, 473, 474 
Mallard, 324 
Malzac, 40 

Manchester Brewers’ Association, 372 
Manchot, 1036, 1361 
Manchot and Wiihelms, 1302 
Mandl and Russ, X83, 1033 
Mann, 1219 

Mannheimer Verein chemischer Fabriken, 
1276, X315, 1327, 1539 
Mansch, X575 
March SOhne, 754, 808 
Mardlle, x6, 46, 56 
De Mare, 214 
Margueritte, 1452 
Mariano de Rivers, <4^4 
MaHgnac, 276, 286, 289, 309, fi4«3x8 
Marin, 533 , 

Mariotte, 709, 805 

MSrkitche Maschinen-Fabrik, 418 

Marlow, 629 

Idarple Chemi^il Co.«X 2 i^ 
iiarqnarA and Viertel, 214 
Martdenj409, 4x6 
Marthall, 302, 305 
Mariton, 255 


Marten, p 
Martin, 1450 
Martyn, 479 

Mas^inen^n - Anstalt Humboldt, 4x8, 

•493,498# 

Maschinenfabrik Buckau, X90, 
Maschinenfabriken Augsburg and NUr.n- 
berg, 55X 

Mason,478, 1524 ^ 

Mason and Barry, 473 
Mastbaum, 89, 1528 
Mathias, 264 

Mathiesen and Hegeler, 508, 754 
Matignon, Trannoy, Urbain, Feigc and 
Varley, 1435 
Matthies, 14 
Mauser, 1219 
Maustrwerk, 258 
Maybluh, 37 
Mayer, 1519 
Maynard, 407 
Mebiis, 1473 
Mehner, 214 
Meigs, 157c u* 

Meister, Lucius, and l^riining, see Farb> 
werke 

Mendelejeff, 286, 288, 303 
Menard-Dez, 887 * 

M6ne, 19, 57 , 73 
Meneghini, 1559 
Menzies, 1047, 1172, n 73 
Merton, 498, 501 
Merton and Ridge, 510, X^66 
Messel, 237, 281, 282, 363, 373, 12x7, 
^297, 1298, 1421, 1552, 1576, see Squire 
and Messel ^ 

Messel, Gewerksc aft^t 4 
M^ta^bank and Metallurgische# Gesell- 
slhaft; 501 

Memliic Compodnds Syndi^iief 549 
Metallurgische Gesdltchaft, 482, 487, 495, 

497, ^3 . 

Metajs Extractkin Co!, 1464 
Meunier-Dollfusfi 1 292 
Meves, 145! 

Meyer, L, X2XO 
Meyer, Ph., U97 

tJeycr, Th., W2, 623, 624, 625, 626, 642, 
• 546, 653, 656, 691, 765, 830, 968, 969, 
976, tod^, 1246, 1421, 1571 ^ 
MickaeKs, X569 
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Michaelis and Schumann, 335 
MiUberg, 1528 
Miller, 413, 1562 
Mills, 1456 
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